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(54) Process for antistatic treatment of resin and antistatic resin composition 

(57) The present invention provides a process for 
the antistatic treatment of a resin which comprises dis- 
persing the following organically-modified layler silicate 
in a synthetic resin in the state that the following specific 
state is attained. A novel resin composition is provided, 
comprising an organically-modified layer silicate com- 
pound having a specific volume resistivity of not more 
than 1x10^^ n«cm dispersed in a synthetic resin in a 
proportion of from 2 to 30 parts by weight based on 1 00 
parts by weight of said synthetic resin in the state that 
(1) a primary aggregate and/or a secondary aggregate 
having a short axte length of not more than 500 nm is 
formed and (2) the average minimum interparticle dis- 
tance is not more than 500 nm. 
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Description 

FIELD OF THE INVENTION 

5 The present invention relates to a permanently antistatic resin composition. More particularly, the present invention 
relates to a process for reducing the specific volume resistivity of a resin composition to semi-permanently maintain the 
antistatic properties thereof even under low temperature and humidity conditions, a resin composition which exhibits 
excellent permanent antistatic properties even under low temperature and humidity conditions and a novel organic 
modified layer silicate compound to be incorporated therein. 

10 

BACKGROUND OF THE INVENTION 

Because of its light weight and good workability, a synthetic high molecular material finds wide application. In gen- 
eral, the symhetic high molecular material has a specific volume resistivity as high as 10^^ to 10^^ n • cm and thus can 
IS easily be statically electi-ified. Thus, the synthetic high molecular material causes serious troubles. For example, various 
electrostatic troubles occur. Further, tiie molded - product of tiie synthetic high molecular material attracts dust on the 
surface ttiereof, marring the appearance thereof. Therefore, in an attempt to provide these synthetic high molecular 
materials witii antistatic properties, various methods have heretofore been tried. The method fbr providing a resin witii 
antistatic properties can be roughly divided into tiie following three groups: 

20 

(1) A metiiod which comprises applying a surface active agent to tiie surface of a resin so that the hydrophilic group 
in the surface active agent adsort)s water in the atmosphere to fbrm a low resistivity electrically-conductive layer on 
the surface of tiie molded resin product; 

(2) A method which comprises mixing a low molecular surface active agent in a resin so tiiat tiie suriace active 
25 agent bleeds out to tiie surface of ttie molded resin product during or after molding, allowing the hydrophilic group 

in the surface active agent to adsorb water in tiie atmosphere and hence forming a low resistivity electrically-con- 
ductive layer on the surface of tiie molded resin product; and 

(3) A method which comprises alloying the desired resin witii an ionically-conductive polymer so tiiat a tiiin electri- 
cally-conductive polymer phase layer is formed in tiie vicinity of the surface layer during molding, allowing tiie pol- 

30 ymer phase layer to adsorb water in the atmosphere and hence forming an electrically-conductive layer. 

Most common among tiie foregoing three methods is the metiiod (2). This metiiod can work witii tiie addition of an 
antistatic agent in an amount as small as 0.05 to 2% by weight. This method also can apply to molded products having 
various shapes. Further, this method essentially involves tiie use of a low molecular compound which can immigrate 

35 through a resin. Therefore, tiie active agent which has bled out to tiie surface of the molded product can easily be 
removed when tiie surface of the molded product is cleaned or wiped out. As a result, the antistatic properties of tiie 
molded resin product are lost and take a long time to restore. In tiiis sense, the foregoing antistatic agent is refen'ed to 
as the same "nonpermanent antistatic agent" as that in the method (1). Molded products having a great specific surface 
area such as sheet and film require a drastically increased amount of an antistatic agent. Therefore, this metiiod can 

40 be mainly applied to resins having a glass transition point of not higher tiian room temperature. 

In ottier words, tiiis method can mainly apply to polypropylene and polyetiiylene and partiy to soft polyvinyl chloride, 
etc. but can exert only an extremely low effect with resins having a high glass transition temperature such as polysty- 
rene, ABS resin, poly(methyl methacrylate), soft polyvinyl chloride and polycarbonate. 

The method (3) has been developed as a process for the antistatic treatment of tiiese high glass transition resins. 

45 This method can exert a sufficient antistatic effect only when an expensive ionically-conductive polymer is used in an 
amount of from 20 to 30 vol-% on the basis of percolation theory. 

As mentioned at)ove. any of the metiiods (1) to (3) involves ionic conduction by adsorbed or intercalated water as 
an essential electi-ical conduction mechanism. Thus, tiiese metiiods have a common disadvantage that ttie antistatic 
effect thus developed is drastically impaired under dried conditions or in tiie winter season. 

50 On tiie other hand, in an attempt to modify a resin, the dispersion of an organically-modified layer silicate in which 
an organic compound is intercalated has been ti-ied. A layer silicate is a typical layer inorganic compound constituting 
clay. For example, a 2 : 1 type lamellar silicate mineral comprises two sheets of silica tetrahedral silicate having an octa- 
hedral sheet containing magnesium or aluminum sandwiched therebetween. These ttiree sheets constitutes one indi- 
visible silicate layer (thickness: 1.0 nm). Several to scores of sheets of these silicate layers are laminated in parallel to 

55 fbrm a primary aggregate. In general, tties primary aggregates of layer silicate are further aggregated randomly to 
fbrm a secondary aggregate having a partici diameter of hundreds of nanometer to several micrometer. Smectite, ver- 
miculite, talc and mica are typical layer silicate compounds having such a structure. Among thes layer silicate com- 
pounds, smectite and synthetic mica have a proper interlayer charge density and henc exhibit good water swelling 
characteristics. It is thus said tiiat when immersed in water, th se layer silicate compounds can dissociate its secondary 
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aggregate structure and can thus be uniformly dispersed. Some kinds of layer silicate compounds can even dissociate 
th rigid prinnary aggregate structure and can thus be dispersed in the form of single layer ("Handbook of Clay**. 2nd 
ed., Japan Society of Clay). These lamellar silicate compounds have an ion exchange capacity. When brought into con- 
tact with various cationic compounds, a composite material comprising smectite or synthetic mica having these cationic 

5 compounds intercalated therein rather than metallic ions which have heretofore been used. In this case, if an organic 
ammonium salt as an organic cation is used, a lipophilic (hydrophobic) organically-modified layer silicate can be 
obtained (The term "organically-modified" as used in this case is meant to indicate the state of modification involving 
the exchange of ions between layers rather than mere surface modification or surface treatment of aggregate with a 
coupling agent or active agent). These organically-modified layer silicates occur in the form of secondary aggregate 

10 similar to the foregoing unmodified layer silicate. In other words, these organically-modified layer silicates have an 
increased spacing (including the thickness of one silicate layer) of from several nanometer to 7.0 nm depending on the 
structure of organic ammonium intercalated between layers. However, these organically-modified layer silicates essen- 
tially comprise a regular layr primary aggregate structure which is randomly aggregated to form a secondary aggregate. 
A smectite day mineral which has been organically modified, particularly with dodecylammonium, octadecylammo- 

15 nium, trimethyloctadecylammonium, dimethyldioctadecylammonium, benzyldimethyloctadecylammonium, etc., has 
been nnarketed in the name of organic bentonite and long been used as coating thickener. These known organically- 
modified layer silicates have been available in the form of compound modified with a single or double long-chain (other 
substituents on nitrogen atom include hydrogen atom, methyl group and benzyl group) alkylammonium having 18 or 
less cartx)n atoms for the convenience of synthesis of ammonium salt. These organically-modified layer silicates are 

20 soluble in some aromatic solvents such as toluene and benzene but have a low affinity for polar solvents such as alco- 
hol and acetone and thus are insoluble in aliphatic hydrocartxsn solvents such as hexane and pentane. 

Various attempts have been made to disperse these organically-modified layer silicates in a resin. However, these 
organically-modified layer silicates can be dispersed In a resin more hardly than in organic solvents due to its depend- 
ence of solubility parameter on molecular weight. In general, even secondary aggregate cannot be dissociated. Such a 

25 poor resin dispersion system cannot exert an antistatic effect as described in Comparative Example 3 in JP-A-61- 
21 3231 (The term "JP-A" as used herein means an "unexamined published Japanese patent application"). In particular, 
a thermoplastic resin having a low polarity such as polyolefin thermoplastic resin and polystyrene thermoplastic resin 
can even more hardly be uniformly dispersed in an organically-modified clay. 

A single long-chain organically-nnodrf led layer silicate such as dodecyltrimethyl ammonium-nradif led clay and trime- 

30 thyl octadecyl ammonium-modified clay has a low affinity for organic materials and thus is unevenly present almost as 
it is in the form of secondary aggregate having a size of several micrometer to scores of micrometer in a resin such as 
polystyrene and polypropylene. Such a huge secondary aggregate of lamellar silicate in a resin can easily be visually 
recognized. Even a microscopically transparent resin looks cloudy. When analyzed by electron microscope or like 
means, such a resin dispersion can be confirmed to have no silicate layers dispersed in the resin matrix (Fig. 1-1). The 

35 double long-chain dimethyldioctadecyl ammonium-modified clay, which has been most widely spread, provides some 
inprovement in the compatibility with resins. However, the double long-chain dimethyldioctadecyl ammonium-modified 
clay leaves something to be desired. For example, a product obtained by melt-kneading the modified day with a poly- 
propylene resin by means of a roll kneader for 10 minutes has huge secondary aggregates having a thickness of not 
less than 1 fim left therein ('Transactions of 4th Forum of Polymer Materials", page 294. .1995). It is known that when 

40 the nxxiified day is mixed in a solvent in a higher mixing efficiency, only an organic day-resin composition having a 
drastically reduced transparency pn other words, the content of aggregates having a short axis length of not less than 
about wavelength of visible light (» 1 iim) is very high) can be obtained (Transactions of 38th Forum of Clay Science", 
page 52, 1994). 

Such a poor dispersion system cannot eoaart an antistatic effect as described in Comparative Example 3 in JP-A- 
45 61-213231. 

The above cited JP-A-61-213231 proposes a technique which comprises adding an organically-modified day to a 
resin composition containing an organic antistatic agent to inhibit the bleeding of the organic antistatic agent and hence 
provide a prolonged stability of antistatic properties. As a system which shows no resistivity drop there is disclosed in 
Comparative Example 8 in the above cited patent a composition system made of trimethyloctadecyl ammonium-modi- 

50 tied clay and a polyvinyl chloride (containing a large amount of a plasticizer) having a spcif ic volume resistivity of 7x1 0^ ^ 
a • cm. In the comparative exanrtple. an orgarncally-modif led clay is used in an amount as large as 40 parts by weight 
based on 100 parts by weight of the resin used. It is obvious that such an ordinary composition system exceeding the 
threshold value of percolation shows some resistivity drop. Thus, such a composition system has neither technical sig- 
nificance nor Industrial usefulness. Further, such a composition system essentially differs from tiie target aimed by the 

55 inventors. 

JP-A-58-67338 discloses a gel-forming agent comprising an organic cation-organic anion complex intercalated in 
a smectite type day. It is proposed thiat the gel-forming agent may comprise a branched chain incorporated ther in as 
an organic cation which is on component of the complex. However, the gel-fbrming agent is quite different in structure 
from the organically-modified lay r silicate comprising only a quaternary ammonium cation having a specific branched 
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chain intercalated therein as defined h rein. Further, this patent discloses no examples of gel-fbrming agent having a 
branched chain. Moreover, no reference is made to the fact that the gel-forming agent desaibed in this patent can b 
dispersed in a nonpolar solvent such as liquid paraffin. There is no suggestions to th fact that thermoplastic resins can 
be provided with permanent antistatic properties. 

5 The inventors made extensive studies of the foregoing problems. As a result, a process for the permanent antistatic 
treatment of a resin based on quite a new mechanism has been found. In other words, it has been found that a resin 
comprising a properly organically-modified lamellar silicate compound having a specific volume resistivity as extremely 
low as from 10® to 10^^ cm due to electronic conduction uniformly dispersed therein exhibits permanent antistatic 
properties. In some detail, an organically-modified layer silicate compound having a specific volume resistivity of not 

10 more than 1x10^^ n- cm is dispersed in a synthetic resin in such an an-angement that a primary aggregate and/or a 
secondary aggregate having a short axis length of not more than 500 nm is formed and the average minimum interpar- 
ticle distance is not more than 500 nm. In accordance with the present process, various resins can be provided with 
permanent antistatic properties which cannot be impaired even when the surface of the molded product of the resins is 
wiped. This process can apply to non-polar polymers such as polyolefin resin. The antistatic properties appear imme- 

15 diately after molding. The antistatic properties don't need to be mediated by adsorbed water and tiius can work even 
under low temperature and low humidity conditions. The present process also makes it possible to uniformly reduce tiie 
specific volume resistivity of the errtire resin and thus is also effective for both thick and film-like products and film-like 
molded products having a great specific surface area. Thus, any special molding conditions under which the antistatic 
properties can work are not required. The present process can apply to a system having a filler or a third conponent 

20 incorporated therein without any problem. The present process can further apply to a system in which a highly-concen- 
trated master batch is diluted before use without any problem. Further, the present process neither deteriorates the 
physical properties of tiie resin nor impairs the color tone of the resin. The present process can maintain the t^nspar- 
ency of tiie resin, if it is transparent. It should be noted that the permanent antistatic treatment technique disclosed 
herein makes it possible to reduce the lowest necessary added amount of the organically-modified layer silicate oom- 

25 pound as an electrically conductive carrier to a value as extremely small as 2 to 3 vol-%. Further, ttie permanent anti- 
static resin composition prepared according to tiie process of the present invention exerts secondary effects. In other 
words, the permanent antistatic resin composition of the present Invention exhibits excellent weatiier resistance, heat 
resistance, dimensional stability, corrosion resistance, abrasion resistance, fire retardance and gas bamer properties. 
The inventors further found tiiat the novel organically-modified layer silicate which can be preferably used in the 

30 foregoing process can also exert an excellent effect as a thrckening agent for non-polar solvent. TTius. the present 
invention has been worked out. 

SUMMARY OF THE INVENTION 

35 It is therefore an object of tiie present invention to provide a resin composition obtained by dispersing an organi- 
cally-modified layer silicate in a synthetic resin in such an an'angement that tiie foregoing specific state is attained. 

It is anotiier object of the present invention to provide an organically-modified layer silicate comprising a quaternary 
ammonium ion intercalated in a swellable layer silicate. 

It is a furtiier object of the present invention to provide a process for the antistatic treatment of a resin which com- 
40 prises dispersing the foregoing organically-modified layer silicate in a synthetic resin in such an arrangement that the 
foregoing specific state is attained. 

These and other objects of the present invention will become more apparent from tiie following detailed description 
and examples. 

45 BRIEF DESCRIPTION OF THE DRAWINGS 

By way of example and to make the description more dear, reference is made to ttie accompanying drawings in 
which: 

so Fig. 1-1 is an electron micrograph illustrating tiie particle structure of a commercial trimethylodadecyi ammonium- 
modified clay-polypropylene resin composition; 

Fig. 1-2 is a model view illusti-ating the average minimum interparticle distance according to the present invention; 
Fig. 1-3 is a model view illustrating tiie interplanar spacing according to tiie present invention; 
Fig. f-4 is a ti'ansmission electron micrograph illustrating the particle structure of Compound A-polypropylene resin 
55 composition obtained in Example 1-1 ; 

Fig. 1-5 is a transmission elecb^on micrograph illustrating ttie particle structure of Compound B-HIPS composition 
obtained in Example 1-4; 

Fig. 1-6 is a transmission electron micrograph illustrating the particle structure of Compound Q-polypropylene resin 
composition obtained in Comparative Example 1-1 ; 
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Fig. 11-1 is a model view illustrating the average minimum interpartide distance according to the present invention; 
Fig. II-2 is a model vim illustrating the spacing according to the present Invention; and 
Fig. 11-3 is a transmission electron micrograph illustrating the particle structure of Compound A-polypropylene resin 
composition obtained in Example 1-6. 

5 

DETAILED DESCRIPTION OF THE INVENTION 

The technical point of the present invention is to finely disperse an organically-nrKxiified layer silicate compound 
having a specific volume resistivity of not more than about 1 xl0^^ O • cm in the state that the average minimum inter- 

10 particle distance reaches not more than 500 nm. The term "particle" as used herein is meant to indicate tiie maximum 
individual unit of continuous organically-modified clay phase which exists independently in the resin, in a phase forming 
secondary aggregate, the particle indicates secondary aggregate rather than primary aggregate unit The term "inter- 
particle distance" as used herein is meant to indicate the distance between tine outer edge of particles 1 rather than 
the distance L between the center of gravity of particles 1 in Rgs. 1-2 and IH . 

IS An unmodified layer silicate is normally an insulating material having a specific volume resistivity of not less than 
10""* n*cm when bone-dried. The inventors found that a properly organically-modified layer silicate compound has a 
specific volume resistivity as extremely low as from 1 x 1 0® to 1 x1 0^^ • cm due to electronic conduction. The inventors 
further fbund that while the maximum allowable distance between two isolated substances (partide/molecule/ion) 
across which electric current can flow (transfer of electric charge) under the application of100 vott at maximum is not 

20 more than about 1 0.0 nm, a sufficient electric current can flow across even two substances which are isolated at a dis- 
tance as far as 500 nm under the same conditions in the art of antistatic treatment of a resin in which the passage of 
an electric cun'ent as extremely small as 10'^ to 10"^^ A suffices. In other words, when the matrix is filled with a sub- 
stance having a specific volume resistivity of not more than 1x10^^ O • cm with the average minimum interpartide dis- 
tance being kept to not more than 500 nm, the specific volume resistivity of the entire system can be lowered with the 

25 addition of such a substance in an extremely small amount. Thus, it is not necessary that the particles of such a sub- 
stance exist in contact with each ottier or apart from each other at a distance of not more than 10.0 nm. It is known that 
the minimum required volume fraction (tiireshold value of percolation) of the low resistivity substance can vary witfi var- 
ious conditions such as shape (anisotropy), size and degree of dispersion of the low resistivity substance. The inventors 
found that the use of a partide material rich in anisotropy of shape [(scores of nanometer to scores of micrometer) x 

30 (scores of nanometer to scores of micrometer) x (several nanometer to scores of nanometer) in the case of primary 
aggregate] such as organically-modified layer silicate makes it possible to lower the minimum required volume fraction 
to a value of from about 2 to 3 vol-%. This is the smallest ttireshold value of percolation which has ever been known. 

However, any resin composition which realizes the foregoing concept has never been basically known. In short, any 
inorganic compound which can be uniformly dispersed in a resin on such a scale has never been known. (Glass fiber, 

35 carl3on fber, carbon black, mica, particulate metal, etc. are far greater tiian tiie foregoing scale themselves. On tiie 
other hand, the structural unit of a compound such as caldum cartx)nate and aluminum oxide is fine. However, since 
the aggregate of such a compound is disintegrated, it has never been dispersed on the foregoing scale.) Refemng to 
organic compounds, a low molecular compound which is relatively compatible with a resin easily bleeds and can be 
unevenly distributed. Thus, a compound having a low compatibility undergoes phase separation as a huge particle 

40 rather than dispersion. Furtiier. a high molecular compound is normally difficultly-compatit)le witii a resin and has a 
phase separation structure as huge as several micrometers. Accordingly, the tendency for harder dispersion of addi- 
tives is remarkable with hydrocarbon resins such as polystyrene and polyolefin resins having a low polarity, particularly 
aliphatic hydrocarbon resins such as polypropylene and polyetiiylene resins. It goes without saying that no matter how 
poor the dispersibility given by the system is, if tiie low resistivity organically-modified layer silicate is added in an 

45 amount such tiiat the low resistivity dispersed material (particle) comes in contact witii each otiier (from 40 to 70 vol- 
%). the specific volume resistivity of the entire system of resin composition can be lowered. However, such a system 
has no practical significance. 

In tiie present invention, an organically-modified layer silicate having a specific volume resistivity of not more than 
1x10^^ cm is dispersed in a resin in tiie state tiiat (1) a primary aggregate and/or a secondary aggregate having a 

50 short axis length of not more than 500 nm is formed and (2) tiie average minimum interpartide distance is not more 
than 500 nm. 

The number of laminae of primary aggregate is preferably from several to scores on the average. The less the 
number of laminae of primary aggregate is, the greater is the volume resistivity thereof. However, if the number of lam- 
inae of primary aggregate is too great (even if the amount of tiie silicate compound used is ttie same), the volume resis- 
55 tivity tiiereof is raised. The short axis lengtti of secondary aggregate is not more tiian 500 nm, preferably not more ttian 
200 nm, more preferably not more than 100 nm. The use of an organically-modified layer silicate compound having a 
short axis length of not mor than 500 nm in ttie form of secondary aggregate makes it possible to obtain a good trans- 
par ncy and a high impact str ngth.Theus of such an organically-modified layer silicat compound also makes it pos- 
sible to increase tiie number of particles which can exist in the system. Thus, the provability of appearance of antistatic 
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properties can be raised even when the organically-modified layer silicate compound is used in the same amount. The 
ratio of prinr»ry aggregate to secondary aggregat having a short axis length f not mor than 500 nm is preferably 
high. If the ratio of secondary aggregate is too high, the number of particles which can exist in the system is decreased, 
lowering the probability of appearance of antistatic properties even If the organically-modified layer silicate compound 

5 is used in the same amount. 

Referring to the determination of the dispersibility of an organically-modified layer silicate compound in a resin, the 
desaiption of the state of dispersion Is extremely difficult. No satisfactory representation has been found yet. Referring 
to the dispersion of spherical particles, the average number of particles contained per unit volume is described with 
average particle diameter for convenience. However, this representation is not sufficient for the description of the resin 

10 dispersion of an organically-modified layer silicate compound which causes the appearance of antistatic properties 
based on a new electrical conduction mechanism, which is one of the objects of the present invention. Further, the 
organically-modified layer silicate compound to be used in the present invention normally comprises a constituent unit 
as extremely fine as hundreds of nanometer x hundreds of nanometer x 1 nm. For the judgement of the state of disper- 
sion of the organically-modified layer silicate compound, a high resolution transmission type electron micrograph is 

15 indispensable, making it difficult to solve the foregoing problems. The inventors made extensive comparative studies of 
an extremely large number of antistatic organically-modified layer silicate compound-resin composites and organically- 
modified layer silicate conrpound-resin composites which exhibit no antistatic properties. As a result, it was found that, 
except for special exceptional systems, when an organically-modified layer silicate compound having a specific volume 
resistivity of not more than IxlO"*^ n-cm undergoes disintegration of secondary aggregate and then undergoes dis- 

20 persion in the form of primary aggregate and/or secondary aggregate having a minimum diameter of not more than 500 
nm at maximum in such an arrangement that the matrix is completely filled with the organically-modified layer silicate 
with the distance between adjacent particles being kept to not more than about 500 nm. the specific volume resistivity 
of the entire resin composition Is lowered, allowing desired antistatic properties to appear. When the organically-modi- 
fied layer silicate compound, even if added in a small amount, is uniformly dispersed In the resin with the minimum inter- 
ns particle distance being kept to not more than about 500 nm, a sufficient electrically-conductive passage is seemingly 
secured to enable the transfer of electric charge on a sufficient level for the purpose of antistatic treatment of resin. It 
goes without saying that when the volume fraction of the organically-modified layer silicate compound as a low resistiv- 
ity electrically-conductive canrier in the resin composition is not less than 70 to 80 vol-% no matter how poor the disper- 
sion is, or not less than 20 to 30 vol-% (about 30 wt-% to 40 wt-%) if an ordinary degree of dispersion is attained, the 

30 specific volume resistivity of the entire resin composition can be lowered. The present invention proposes that when the 
dispersion defined in the foregoing conditions (1) and (2) is attained, the specific volume resistivity of the entire resin 
composition can be lowered even if the organically-modified layer silicate compound is added in an amount of from 2 to 
15 vol-% (con'esponding to from about 3.3 wt-% to 23 wt-%). in order to efficiently provide a resin with permanent anti- 
static properties, it is desirable that there are no huge secondary aggregates having a short axis length of not less than 

35 500 nm. However, if the organically-modified layer silicate compound can attain the foregoing dispersion in a proportion 
of from 2 to 30 parts by weight based on 1 00 parts by weight of the resin used, the system may contain undisintegrated 
mass secondary aggregates, other fillers, etc. In such a system, the substantial volume fraction of the organically-mod- 
ified layer silicate in the resin matrix may fall within the above defined range. Thus, the lower limit of the amount of the 
organically-modified layer silicate required for the appearance of the desired antistatic properties may be apparently far 

40 less. 

The specific volume resistivity of the organically^modified layer silicate to be used in the present invention is not 
more than 1x10^^ cm, preferably not more than 1x10^^ n«cm, more preferably not more than 1x10"*° cm. The 
lower the specific volume resistivity of the organically-modified layer silicate is, the more easily can be attained the 
desired low resistivity and the less is the required amount of the organically-modified layer silicate. If the specific volume 

45 resistivity of the organically-modified layer silicate exceeds 1x10^^ n«cm. good antistatic properties cannot be 
obtained even when the organically-modified layer silicate is used In an amount of 30 parts by weight. 

Examples of the resin to which the present invention can be applied include thermosetting resin, thermoplastic 
resin, and heat decomposable resin. The thermosetting resin gives a non-fusible and insoluble resin when polymerized. 
Therefore, the organically-modified layer silicate must be added to a prepolymer or monomer before the completion of 

50 polymerization. Examples of the thermosetting resin employable herein include phenolic resin, urea resin, melamine 
resin, and epoxy resin. Examples of the tiiermoplastic resin employable herein include thermoplastic polydefin resin 
such as polypropylene resin, polypropylene unit-containing resin, polyethylene resin, polyetiiylene unit-containing resin, 
polybutadiene and polyisobytylene; styrene unft-containing thennoplastic resin such as polystyrene resin and styrene- 
butadiene copolymer resin; tiiermoplastic nitriie group-containing resin such as polyacrylonitrile and acrylonitrile-buta- 

55 diene-styrene (ABS) resin; thermoplastic ester group-containing resin such as polyetiiylene terephthalate (PET) and 
poly(m6th)acrylic ester resin; polyamide resin such as polyvinyl chloride, polyvinylidene chlorid , fluororesin, silicone 
resin and nylon; and thermoplastic r sin such as polyurethane resin. polycartx>nate resin and polyimide resin. Further 
exanrples of the thermoplastic resin include super-engineering plastics such as polyphenylene sulfide (PPS) and pdy^ 
ether sulfone (PES). Particularly preferred among these resins are thenmoplastic resins such as polydefin and polysty- 
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rene. 

In the present invention, the amount of the organically-modified layer silicate to be incorporated in the state of dis- 
persion meeting the foregoing requirements (1) and (2) is from 2 to 30 parts by weight based on 100 parts by weight of 
the synthetic resin used. In the resin composition in the form of final product, the amount of the organically-modified 

5 layer silicate is from 2 to 20 parts by weight, preferably from 3 to 1 5 parts by weight, more preferably from 5 to 1 0 parts 
by weight. When the added amount of the organically-modified layer silicate falls within the above defined range, a high 
probability of appearance of good antistatic properties can be obtained. The resulting resin exhbils good antistatic 
properties. The amount of the organically-modified layer silicate to be incorporated in a master resin composition to be 
diluted before use is from 5 to 30 parts by weight, preferably from 1 0 to 30 parts by weight based on 1 00 parts by weight 

10 of the synthetic resin used. The organically-modified layer silicate compound in the state of dispersion deviating from 
the requirements (1) and (2) may be incorporated in the resin system in any fraction or may not be incorporated in the 
resin system. Further, a filler such as calcium carbonate and clay, a reinforcing material such as glass fiber and carbon 
fiber, and a resin additive such as oxidation inhibitor. UV stabilizer, lubricant, weatherproofing agent, nucleating agent, 
pigment, dye and mildewproofing agent may be additionally incorporated in the resin system in any fraction so far as 

15 the permanent antistatic properties attained by the present invention are not impaired or may not be incorporated in the 
resin system. 

The preparation of the organically-modified layer silicate compourol-resin composition of the present invention hav- 
ing permanent antistatic properties can be accomplished by any of a process which comprises the melt-kneading of an 
organically-modified layer silicate compound with a thermoplastic resin, a process which comprises the polymeriza- 

20 tion/resinif ication of a monomer or prepolymer having an organically-modified layer silicate uniformly dispersed therein 
and a process which comprises the mixing/solvent distillation of an organically-modified layer silicate compound and a 
resin in a solvent. The foregoing resin and organically-modified layer silicate compound can be efficiently kneaded at a 
high shear by means of a twin-roll kneader or the like. 

The organically-modified layer silicate compound to be used in the present invention Is preferat)ly a reaction prod- 

25 uct of a layer silicate having a cation exchange capacity of not less than 50 meq/100 g with an organic ammonium salt 
having 26 carton atoms or more in total. The amount of the organic ammonium salt to be used based on the layer sili- 
cate is not specifically limited so far as the organically-modified layer silicate compound can be dispersed in the resin 
while meeting the foregoing requirements (1) and (2). In general, the amount of the organic ammonium salt to be used 
is preferably from 0.5 to 2.0 times the equivalent of cation exchange capacity of the lamellar silicate. Spedfk: exanples 

30 of the organic ammonium salt employable herein will be given below. 

(1) Organic ammonium salt represented by formula (1): 
U 

R^-N-CHj X® (I) 

I 

CHj 

40 



wherein and may be the same or different and each represent an alkyi group having 12 or more carbon 
atoms which may have substituents; and represents a counter ion. 
45 (2) Organic ammonium salt represented by formula (II): 



xe (II, 



55 wherein and R^ may be the same or different and each represent an alkyl group having 12 or more carbon 
atoms which may have substituents; R^ represents a hydrogen atom or C2.7 alkyl or aryl group which may hav 
sut)stituents; R^ repres nts a hydrogen atom or C^.y alkyl or aryl group which may have substituents; and rep- 
resents a paired ion. 

(3) Organic ammonium salt represented by formula (111): 



R^ 
R^-N-R* 

I' 
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1 



X® 



(III) 



wherein R^, R®, and may be the same or different and each represent an alkyi group having 8 or more carbon 
atoms which may have substituents; R^^ represents a hydrogen atom or aikyi or aryl group having one or more car- 
bon atoms which may have substituents; and represents a counter ion. 
(4) Organic ammonium salt represented by formula (IV): 



20 



>13 



X© 



(IV) 



25 wherein R^"" represents an alkyI group having 8 or more cartxjn atoms which may have substituents; R^^ repre- 
sents a Ci.ii alkyl group which may have substituents; R"*^ and R^* may be the same or different and each repre- 
sent a 0^.7 alkyl group which may have substituents; and represents a counter ion. 
(5) Organic ammonium salt represented by formula (V): 



30 



1 15 



35 



I 



(V) 



wherein R^^ represents a mono- or polyoxyalkylene group comprising a C2.4 oxyalkylene unit; R""^ and R^ may be 
the same or different and each represent a substituent selected from the group consisting of C1.30 alkyl group 
40 which may have substituents and mono- or polyoxyalkylene group comprising a C2-4 oxyalkylene unit, with the pro- 
viso that the addition mole number of oxyalkylene unit is from 1 to 50; R^ ^ represents a hydrogen atom or Ci.s alkyl 
or aryl group which may have substituents; and X^ represents a counter ion. 
(6) Organic ammonium salt represented by formula (VI): 



45 



»19 



r20^N-R" 



X® 



(VI) 



so 



21 



wherein R^^ represents an alkylmono- or polyoxyalkylene group comprising an alkyl unit having one or more car- 
55 bon atoms which may have substituents and a C2.4 oxyalkylene unit which may have substituents, phenylmono- or 
polyoxyalkylene group having a C2.4 oxyalkyl ne unit, alkylphenylmono- or polyoxyalkylene group comprising an 
alkyl unit having one or mor cartson atoms which may hav substituents and a C2.4 oxyalkylene unit, or acyim n - 
or polyoxyalkylene group comprising an acyl unit having 2 or more carbon atoms which may have substituents and 
a C2.4 oxyalkylene unit; R^^ and R^^ may be the same or different and each represent at least one substituent 
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selected from the group consisting of 0^.30 alkyi group which may have substituents. mono- or polyoxyaikyiene 
group comprising a C2.4 oxyalkylene unit, alkyimono- or polyoxyaikyiene group comprising an alkyI unit having one 
or more carbon atoms which may have substituents and a C2.4 oxyalkylene unit which may have substituents. phe- 
nylmono- or polyoxyaikyiene group having a C2-4 oxyalkylene unit, alkylphenylmono- or polyoxyaikyiene group 

5 comprising an alkyi unit having one or more carbon atoms which may have substituents and a C2.4 oxyalkylene 
unit, and acylmono- or polyoxyaikyiene group comprising an acyl unit having 2 or more carbon atoms which may 
have substituents and a C2.4 oxyalkylene unit, with the proviso that the addition mole number of oxyalkylene unit is 
from 1 to 50; represents a hydrogen atom or 0^.8 alkyI or aryl group which may have substituertts; and rep- 
resents a counter ion. 

10 (7) Organic ammonium salt represented by formula (VII): 



IS 



20 



40 



4S 



R"-Z-N-R2* X® (VII) 

w 



R» 



25 wherein R^^, R^^ and R^^ may be the same or different and each represent at least one substrtuent selected from 
the group consisting of C1.30 aikyi group which may have substituents, mono- or polyoxyaikyiene group comprising 
a C2.4 oxyalkylene unit, alkyimono- or polyoxyaikyiene group comprising an aikyl unit having one or more carbon 
atoms which may have substituents and a C2.4 oxyalkylene unit which may have substituents, phenylmono- or pdy- 
oxyalkyfene group having a C2.4 oxyalkylene unit, alMphenylmono- or polyoxyaikyiene group comprising an alkyi 

30 unit having one or more carbon atoms which may have substituents and a C2.4 oxyalkylene unit, and acylmono- or 
polyoxyaikyiene group comprising an acyl unit having 2 or more carbon atoms which may have substituents and a 
C2.4 oxyalkylene unit: R^^ represents a hydrogen atom or C1.8 alkyi or aryl group which may have substituents, with 
the proviso that the addition mole number of oxyalkylene unit Is from 1 to 50; at least one of Y, Z and W represents 
at least one connecting group selected from the group consisting of -CHgO-, -CHgCOO-, -CH2CH2COO-, - 

3S CH2OCO-, -CH2CH2OCO-. -{CH2)mNHC0- and -(CH2)mNHCO-CH20- and the others each represent a direct 
bond to the nitrogen atom in the ammonium group; m represents an integer of from 1 to 4; and represents a 
counter ion. 

(8) Organic ammonium salt represented by formula (VIII): 



CH 



3 



R^^^-N-CHa X® (VIII) 

CHj 



wherein R^^** represents a branched saturated aliphatic alkyi group having 24 or more carbon atoms and contain- 
so ing a side chain alkyi group having 8 or more carbon atoms; and X^ represents a counter ion. 
(9) Organic ammonium salt represented by formula (IX): 
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Rl02 
R"'-N?CH3 



(IX) 



CH3 



wherein R^''^ and R^°^ each represent a saturated aliphatic alkyi group having 12 or more caitjon atoms, with the 
proviso that at least one of R^*'^ and R'"'^ represents a branched saturated aliphatic alkyI group having one or more 
side chain alkyI groiqjs having one or more carbon atoms: and represents a counter ion. 
(10) Organic ammonium salt represented by formula (X): 



R201 



20 



x® 



(X) 



203 



25 wherein represents a branched saturated aliphatic alkyI group having 18 or more cartx)n atoms containing at 
least one alkyI group having one or more carbon atoms in its side chain; R^^. R^°^ and R^^"^ may be the same or 
different and each represent a hydrogen atom or C1.2 alkyt group; and represents a counter ion. 

Examples of the organic ammonium salt represented by the foregoing formula (X) include an organic ammo- 
nium salt wherein R^^** represents a branched saturated aliphatic alky! group having 24 cartx>n atoms containing a 

30 side-chain alkyI group having 8 or more carbon atoms and R^°^, R^°^ and R^°* each represent a methyl group. 
(11) Organic ammonium salt represented by formula (XI): 



35 



40 



so 



55 



R20S 

R^^-N-R"* X® (XI) 



R207 



wherein R^^^ and R^^^ each represent a saturated aliphatic alkyI group having 8 or more carbon atoms, with the 
proviso that at least one of R^^^ and R^^^ represents a branched aliphatic alkyi group containing at least one alkyI 
group having one or more carbon atoms in its side chain; R^°^ and R^^® may be the same or different and each 
represents a hydrogen atom or Ci.2 alkyI group; and X^ represents a counter ion. 
45 Examples of the organic ammonium salt represented by the foregoing formula (XQ include an organic ammo- 

nium salt wherein R^^ and each represent a saturated aliphatic alkyI group having 12 caiton atoms, with the 
proviso that at least one of R^^^ and R^^^ is a branched aliphatic aikyi group containing at least one alkyI group 
having one or more carbon atoms in its side chain, and R^^ and R^^^ each represent a methyi group. 
(12) Organic amnrionium salt represented by the following formula (XII): 



)209 



R"®-N-R"^ X® (XII) 

I 
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wherein r2°®, R^^ o and R^^ ^ each represent a saturated aliphatic alky! group having 8 or more cartjon atoms, with 
the proviso that at least one of R^°^. R^^° and R^^^ represents a branched aliphatic alkyi group containing at least 
one alkyI group having one or more cart)on atoms in Hs side chain; R^^^ each represents a hydrogen atom or 0^2 
alkyI group; and represents a counter ion. 

5 

The foregoing organk; ammonium salts (I) to (VII) and the specific organic ammonium salts (VIII) to (XIQ containing 
at least one branched alkyI group may be used singly so far as the organically-modified layer silicate compound can be 
dispersed in a resin (preferably a thermoplastic resin) in the state that the foregoing requirements (1) and (2) are met. 
Alternatively, two or more of these organic ammonium salts may be used in admixture. 

10 The organically-modified layer silicate to be used in the present invention is a reaction product of the organic 
ammonium salt represented by one of the foregoing formulae (I) to (XII) with a layer silicate. The inventors found that 
the uniform dispersion of such an organically-modified layer silicate in a synthetic resin makes it possible to lower the 
specific volume resistivity thereof. As a result, a permanently antistatic resin composition can be provkJed. In particular, 
the organically-modified layer silicate made of an organic ammonium salt having a side-chain branched aliphatic alkyl 

15 group represented by one of the foregoing formulae (VIII) to (XII) can be uniformly dispersed in a non-polar solvent such 
as liquid paraffin in which the conventional organically-modified layer silicates can hardly be uniformly dispersed to 
exen a thictening effect besides the foregoing permanent antistatic effect. Thus, such an organically-modified layer sil- 
icate can be used as a thickening agent for cosmetic cream comprising Ikiukl paraffin. 

The organically-modified layer silicate comprising an organic ammonium salt represented by one of the formulae 

20 (VIII) to (XII) can be easily obtained by the reaction of an organic ammonium salt having a branched aliphatic alkyl 
group with a layer silicate. Such an organic ammonium salt can be obtained by a process which comprises reacting a 
branched alcohol with an amine to synthesize an amine having a branched alkyl group, and then quaterizing the amine 
with a quaterizing agent such as methyl chloride. However, the present invention is not limited to this process. 

The interplanar spacing In the organically-modified layer silicate compound obtained by the modification with an 

25 organic ammonium salt represented by one of the formulae (I) to (IV) is preferably from 2.3 to 5.0 nm, more preferably 
from 2.5 to 4.0 nm, particularly from 2.5 to 3.5 nm. The spacing in the organically-modified layer silicate compound 
obtained by the modification with an organic ammonium salt represented by one of the formulae (V) to (VII) is from 2.3 
to 7.0 nm, preferably from 2.5 to 4.5 nm. The term "interplanar spacing" as used herein is meant to indicate the distance 
between layer repeating units which give reflection by X-ray diffractometry from the crystallographic stand^int of view. 

30 In the case of a substance having a sut)stantial thickness such as layer silicate, spacing include the thk^kness of a lam- 
ina. In other words, the term "interplanar spacing" as used herein is meant to indicate the distance L2 between layer 
repeating units 2 in Rgs. 1-3 and 11-2. 

In order to disperse an organically-modified layer silicate compound having a specific volume resistivity of not more 
than 1 xl 0^^ n • cm in a resin in such an anrangement that the foregoing requirements are met, it is necessary that the 

35 combination of the organically-modrfied layer silicate compound and the resin be considered. In other words, an organ- 
ically-modified layer silicate compound obtained k>y the modification with an organic ammonium salt represented by one 
of the formulae (I) to (VII) can be used in connection with all kinds of resins, if a low polarity or non-polar resin such as 
thermoplastic polyethylene resin, thermoplastic polyethylene unit-containing resin, thermoplastic polypropylene resin, 
thermoplastic polyethylene unit-containing resin, thermoplastic polystyrene resin and thermoplastic styrene unit-con- 

40 taining resin is used, it is preferred that an organically-modified layer silicate compound ot)tained by the modification 
with an organic ammonium salt represented by one of the formulae (I) to (IV) be used. 

If the resin to be used is relatively rich in polarity, it is prefen-ed that an organically-modified layer silicate compound 
obtained by the modification with an organic ammonium salt r^resented by one of the formulae (V) to (VII) be used. 
Thus, preferred among the organic ammonium salts (1) to (XII) are those represented by the formulae (I) to (IV) or 

46 those represented by the formulae (VIII) to (XII). Particularly preferred among these organic ammonium salts are those 
represented by the formulae (VIII) to (XII). 

By using a compatibilizer, activator or dispersing aid or treating the organically-modified layer silicate compound 
itself with an activator or coupling agent for the purpose of enhancing the dispersion of the organically-modified layer 
silicate compound in the resin, the range of the combination of an organically-modified layer silicate compound and a 

50 resin which can realize the desired antistatic properties can be wkiened. Further, the required amount of the organi- 
cally-modified layer silicate compound can be reduced. 

The particle diameter of the organically-modified layer silicate to be used is from 50 nm to 8 ^m. preferably from 
100 nm to 5 jim, more preferably from 200 nm to 5 jim. The particle diameter of the organically-modified layer silicate 
is preferably not less than 50 nm from the standpoint of advantage in shape anisotropy. Further, the particle diameter 

55 of the organically-modified layer silicate is preferably not more than 8 ^m from the standpoint of external appearance 
such as transparency of resin or physical properties such as impact strength of resin. 

The cation exchange capacity of th unmodified layer silicate to be used in the present invention is preferably not 
less than 50 meq/1 00 g. more preferably from 70 to 1 20 meq/100 g. 

The organically-modified layer silicate of the present invention can be fairly dissolved in various solvents. In partic- 
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ular. the organically-modified layer silicate can be dissolved in a non-polar solvent such as liquid paraffin in which th 
conventional organically-modified lay r silicate can be little dissolved to giv a transparent solution. Thus, the organi- 
cally-modified layer silicate of the present invention can find wide industrial application. 

The resin composite of the present invention comprises an organically-modified layer silicate compound containing 
5 an organic ammonium salt or a specific organic ammonium salt having at least one branched alkyi group, dispersed in 
a thermoplastic resin in such an arrangement that the foregoing requirements (1) and (2) are met. Various organically- 
modified layer silicates may be used in an artitrary mixing ratio so ^r as these requirements are met. 

The present invention will be further described in the following examples, but the present invention should not be 
construed as being limited thereta 

10 

EXAMPLE I 

(Preparation of organically-modified layer silicates (Compounds A to K and P to K)) 

IS Organic modifiers and layer silicates shown in Tables 1 to 3 were used to prepare organically-modified layer sili- 
cates (Compounds A to K and P to X). In some detail, 15 g of an unmodified layer silicate was dissolved in 1 / of 70°C 
ion-exchanged water. To the solution was then added a solution of an organic modifier in an amount of 1.05 times the 
equivalent of cation exchange capacity of the layer silicate used in 70''C water or ethanol or mixture of water and etha- 
nol with vigorous stining at once. The mixture was stin'ed for 30 minutes, and then allowed to stand. The organically^ 

20 modified layer silicate compound thus obtained was then collected by filtration. The organically- modified layer silicate 
compound thus collected was washed with hot water and then with ethanol, and then dried at 0.5 mmHg and SO'^C for 
72 hours. 

In the present example, the following four kinds of unmodified layer silicates were used. 

Kunipia F (available from Kunimine Industry Corp.): 

Ion exchange capacity: 1 19 meq/lOO g (Compound L) 
Bengel 23 (available from Hojun Yoko Co.. Ltd.) 

Ion exchange capacity: 87 meq/1 00 g 
SWN (available from Coop Chemical Co.. Ltd.): 

Ion exchange capacity: 1 15 meq^lOO g 
ME-100 (available from Coop Chemical Co., Ltd.): 
Cation exchange capacity: 75 meq/1 00 g 

As commercial organically-modified layer silicate compounds there were used the following three kinds of com- 
35 pounds (two formers are modified product with dimethyldioctadecylammoniums and the latter is a modified product with 
polyoxypropylene chain-containing ammonium): 

SAN (available from Coop Chemical Co., Ltd.): 

Compound M 
40 BENTONE 52 (available from RHEOK INC.): 

Compound N 
SPN (available from Coop Chemical Co., Ltd.): 

Compound Y 

45 For the measurement of interplanar spacing in the commercial and synthesized organically-modified layer silicate 
compounds, powder X-ray diffractometry (using RU-200 (CuKa-40 kV). available from RIgaku DenkI Corp.) was 
employed. For the measurement of specific volume resistivity, an organically-modified layer stlk^te compound which 
had been thoroughly dried in a vacuum desiccator having phosphorus pentaoxide provided therein was formed into 
compressed pellets having a diameter of 20 mm and a thickness of 1 mm which were then measured in a dried glove 

so compartment. The measurement of specific volume resistivity was carried out by means of a digital ultrahigh resist- 
ance/mtoroammeter R8340A available from Advantest Corp. and an HRS probe available from Dia Instrument Inc. 
equipped with a shiekj overcoat of the inventors* own making. TTie results are set forth in Tables 1-1 to 1-3. 



55 
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Table I-l 



5 

10 

IS 

20 

25 

30 


Compound 
No. 


Organic modifier 


Layer 
silicate 


Spacing 
*(nm) 


Specific 
volume 
resistivity 
(Q«cm) 


A 


C 10^21 

C10H21-N-C10H21 Br® 
C10H21 


Montmori- 
llonite 
(Kunipia F) 


2.80 


1.1x10' 


B 


C10H21 

C,oH2,-N-C,oH2, Br© 
C10H21 


Bentonite 
(Bengel 23) 


2.76 


8.6xl0« 


C 


C10H21 

u 

C10H21-N-C10H21 Br® 
CJ0H21 


Synthetic 
mica (ME- 
100) 


2,79 


5.5xl0« 


D 


C 18^37 

ie 

C18H37-N-CH3 CI® 

1 

C 18^37 


Montmori- 
llonite 
(Kunipia F) 


4.11 


9.4x10" 


35 




40 
45 


E 


C18H37 

CieH37-N®CH3 Cl® 
C4H9 


Montmori- 
llonite 
(Kunipia F) 


2.85 


7.1x10" 



50 
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5 


Compound 
No. 


Organic modifier 


Layer 
silicate 


Spacing 
* (nm) 


Specific 
volume 
resistivity 
(n«cm) 






C18H37 










10 


F 


CieH37-N-H 
CHjPh 


CI® 


Montmori- 
llonite 
(Kunipia F) 


2.65 


3.8x10' 


IS 




(Ph: phenyl 


group ) 








20 


6 


C13H37 
[ ^ 

CJ9H37— N— CH3 
CH3 


CI® 


Montmori- 
llonite 
(Kunipia F) 


2.81 


4.5x10" 


25 


H 


CH3 
C18H37-N-CH3 
CH3 


Br® 


Montmori- 
llonite 
(Kunipia F) 


2.13 


8.9x10" 



* Spacing means Interplanar spacing 

30 



35 



40 



45 



SO 
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Table 1-2 



Compound 
No. 


Organic modifier 


Layer 
silicate 


Spacing 
*(nm) 


Specific 
volume 
resistivity 
(Q«cm) 


I 


C10H21 

C10H21-N-CH3 CI® 
CH3 


Montmori- 
llonite 
(Kunipia F) 


1.98 


5.6x10^° 


J 


CjHi7-N-CH3 CI© 


Montmori- 
llonite 
(Kunipia F) 


1.83 


1.1x10" 


K 


C4H9 
le 

C4H9-N-C^H9 CI® 
1 

C4H9 


Montitiori- 
llonite 
(Kunipea F) 


1.55 


1.6x10" 


L 




Montmori- 
llonite 
(Kunipia F) 


1.23 


1.3x10^ 


M 




SAN (Coop 
Chemical ) 


2.18 


6.5x10" 


N 


- 


Bentone 52 
(Rheox) 


2,72 


7.1x10^^ 


0 


C10H21 

C10H21-N-C10HH Br® 

C 10^21 








P 


CH3 CI® 

u 

CH3-N- [ CH2CH (CH3 )0 ]3oH 
1 

CH3 


Montmori- 
llonite 
(Kunipia F) 


4.58 


3.7x10' 



55 
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Compound 
No. 


Organic modifier 


Layer 
silicate 


Spacing 
* (nm) 


specific 
volume 
resistivity 
(fl«cm) 


Q 


CH3 01® 

u 

C 1 2H25- N- 1 CH2CH ( CH3 ) 0 ] 20H 
1 

CH3 


Montmori- 
llonite 
(Kunipia F) 


3.87 


7.6x10* 


R 


CH3 CI® 

u 

CH3-N- [ CH2CH (CH3 )0 ] 3oH 
1 

CH3 


Synthetic 
mica (ME- 
100) 


4.93 


4.4x10' 



^ Spacing means interplanar spacing 



25 



30 



35 



40 



45 



SO 
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Table 1-3 



5 


Compound 
No. 


Organic modifier 


Layer 
silicate 


Spacing 
* (nm) 


Specific 
volume 
resistivity 
(S2*cm) 


10 


S 


(CH2CH(CH3)0]i3H 
CH3-N-CH3 Cl© 


Hectorlte 
(SMN) 


4.82 


44.2x10^° 


IS 




{CH2CH{CH3)0]i5H 








20 


T 


[CH2CH(CH3)0]toH 

CH3-N- [ CHjCH ( CH3 ) 0 ) 

1 CI® 
[CH2CH(CH3)0]ioH 


Montmorl- 
llonite 
(Kunipia F) 


5.19 


9.1x10* 


25 


U 


CH2CH(CH3)0C8Hi7 
U 

CM3 - N- CH2CH ( CH3 } OCgH| 7 

1 CI® 
CH2CH(CH3)OC8Hi7 


Montmori- 
llonite 
(Kunipia F) 


3.69 


1.0x10" 


30 




(CH2CH20)2CCi7H33 








3S 


V 


L II 

CH3-N-CH3 0 CI® 

1 

(CH2CH20)2CCi7H33 

II 
0 


Montmorl- 
llonlte 
(Kunipia F) 


2.98 


2.8x10^® 






[CH2CH(CH3)0]ioH 








AO 
45 

SO 


W 


U 

CH3- N- [ CH2CH ( CH3 ) 0 ] 
1 

CH2CH2COC12H25 CI® 

II 
0 


Montmorl- 
llonite 
(Kunlpa F) 


3.46 


6.2x10' 


X 


[EO/PO(l/2)]ioH 
U 
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Compound 
No. 


Organic modifier 


Layer 
silicate 


Spacing 
*(nm) 


Specific 
volume 
resistivity 
(S2*cm) 


Y 




SPN (Coop 
Chemical ) 


3.42 


3.7x10^ 


Z 


CH3 
Is 

C12H25-N- [ CHzCH (CH3 ) 0 ] loH 
1 

CH3 CI® 









* Spacing means interplanar spacing. 

(Note) In Compound X, EO represents -CH2CH2O-, PO represents 
-CH2CH(CH3)0-, and (1/2) indicates that EO/PO molar 
ratio is 1 ; 2. 



30 [Evaluation of properties] 

The various organically-modified layer silicate compound-resin composites set forth In the following examples and 
comparative examples were evaluated for the following properties: 

35 (Evaluation of dispersion of organically-modified layer silicate compound in resin ) 

Concerning an obviously homogeneous organically-modified layer silicate compound, only a primary aggregate or 
a secondary aggregate having a shortest diameter of not more than 500 nm are picked up from a plurality of 10.000 to 
1 00,000 magnification-transmission electron micrographs (TEM; image obtained from a 1 00-nm thick spedmen) of the 

40 resin composite at 3 or more different positions. F=rom the sum of the area on TEM image occupied by these organically- 
modified layer silicate partide phases, the total area on TEM image occupied by the resin matrix phase and the density 
(g/cm^) of the two phases, it is judged if the proportion of the organically-modified layer silicate particles satisfying the 
requirement (1) for the degree of dispersion falls within the range of from 2 to 30 parts by weight based on 100 parts by 
weight of the resin used [Evaluation (A)]. On the other hand, from a plurality of 10,000 to 100.000 magnification-TEM 

45 photogrs^hs, 200 numbers of 500 nm square divisions are randomly extracted. The probability of occurrence of differ- 
ent organically-modified layer silicate compound particles (primary aggregate partides in the case of Independent pri- 
mary aggregate; secondary aggregate is considered one particle in the case of secondary aggregate which forms a 
continuous phase) and/or two or more sections thereof in tiiese divisions is then determined. A system in which this 
probability is not less than 50% is considered to meet tiie requirement (2) for the degree of dispersion [Evaluation (B); 

so In practice, this evaluation includes the requirement (1) for the degree of dispersion or data concerning the amount of 
the organically-modified layer silicate compound and is often severer than the requirement (1) for the degree of disper- 
sion]. Concerning a homogeneous organically-modified layer silicate compound-resin composite system, it can be said 
that If the resin composite system satisfies both the two evaluations (A) and (B), the organically-modified layer silicate 
compound is virtually dispersed in a proportion of from 2 to 30 parts by weight based on 1 00 parts by weight of the resin 

55 matrix in such an arrangement that both th two requirements (1 ) and (2) are met. In any of the two evaluations, con- 
cerning a resin composition system in which the organically-modified layer silicate compound contains a third compo- 
nent such as impermeable rubber-like particle, non-compatible resin particle phase and filler, the foregoing analysis is 
applied to the resin matrix position excluding tiiese impermeable regions. However, a system which is not microscopi- 
cally uniform but exhibits antistatic properties due to its uneven distribution of organically-modified layer silicate oom- 
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pound (e.g., Example M) is exceptionally not the target of this analysis. H has been confirmed that this system has an 
organicallyHTiodified layer silicat phase which occurs continually over a sufficiently large TEM field of view and meets 
th foregoing requirements (1) and (2) for the state of disp rsion. The results are shown in Tables 1-4 to 1-7. 

5 (Evaluation of antistatic properties of organically-modified layer silicate compound-resin conriposite) 

For the evaluation of antistatic properties, the half-life period of charged voltage before and after washing with 
water/ethanol and specific volume resistivity were evaluated. For the measurement of the half-life period of charged 
voltage and the ^ecif ic volume/surface resistivity of the organicallyHnodified layer silicate compound-resin composite, 
10 a specimen which had been stored in a 23''C-60%RH constant temperature-humidity chamber for 24 hours was used 
unless othePMse specified. 

The confirmation of antistatic properties was conducted on the basis of the goal that the half<life period of charged 
voltage is not more than 15 seconds. The fact that antistatic properties are so-called "permanent antistatic properties" 
can be confirmed by thoroughly washing the specimen with water/ethanol, drying the specimen, and then re-measuring 

75 the half-life period of charged voltage However, since the organically-modified layer silicate particles are extremely 
huge on a molecular basis and thus are virtually immobile in the resin, the foregoing confirmation can be replaced by 
the confirmation of the fact that the specific volume resistivity of the resin composite is lowered to not more than 10^^ 
a •cm. For the measurement of the half-life period of charged voltage, Static Honestometer Type ES-5109 (available 
from Shishido Electrostatic Ltd.) was used. The results are shown in Tables 1-4 to 1-7. 

20 For the measurement of the specific surface resistivity and specific volume resistivity of the organically-modified 
layer silicate compound-resin composition. Ultra High Resistance Meter R8340A and Resistivity Chamber R12702A 
available from Advantest Corp. were used. The measurement was effected in accordance with J IS K-691 1 . 

EXAMPLE 1-1 

25 

100 parts by weight of a random polypropylene (PP) resin "FSSSH" available from Grand Polymer Co., Ltd. were 
melt-kneaded with 5 parts by weight of Compound A by means of a twin-screw extruder ''PCM45-33.5'' available from 
Ikegai Corp. (190*C, 100 r.p.m.). The mixture thus extruded was subjected to melt pressing to form 10 specimens (100 
mm X 100 mm X 1 mm) which were then measured for various properties. The Compound A-polypropylene composite 

30 thus obtained exhibited the same transparency as the resin alone (haze: 40). When visually observed, it was confirmed 
that the organically-modified layer silicate particles had been dispersed so uniformly that no particles were recognized 
and a good transparency was attained. All these specimens had a charged voltage half-life period of not more than 0.2 
seconds, demonstrating that the present resin composite can exhibit sufficient antistatic properties. The specimens 
were washed with water/ethanol on the surface thereof, dried, and then measured for half-life period of charged voltage. 

35 The result was not more than 0.2 seconds, which was tiie same as obtained before washing. This demonstrates tiiat 
the present resin composite has permanent antistatic properties. The present resin composite exhibited tiie same 
charged voltage half-life period even after 3 days of storage in a room temperature-5%RH glove conpartment. 

The Compound A-polypropylene composite exhibited a specific volume resistivity of 2.0x10''^ n»cm, which is a 
great drop from that of the resin alone. On the other hand, the Compound Aiwlypropylene composite exhibited a spe- 

40 clf ic surface resistivity of 3.4x1 O^^ci (per square), which is a drop from that of the resin alone but deviates greatly from 
and is about hundreds of times tiie value analogized from the foregoing charged voltage half-lifo period in accordance 
witii the common sense of "charged voltage half-life period-specific surface resistivity" relationship in the conventional 
low molecular active agent type antistatic agent-containing resin composite system or alloy type antistatic resin com- 
posite system. However, when the counter electrode on the back side of the specimen to be measured for specific sur- 

45 face resistivity was replaced by a teflon plate, a specific surface resistivity of 2. 1 x 1 0^ ^ n (per square) was obtained. The 
fact that the 1 mm thick specimen exhibits such a specific surface resistivity value demonstrates that the present resin 
composite exhibits quite a uniform specific volume resistivity throughout the entire mokied product. 

A transmission electron micrograph image of the Compound AiX)lypropylene resin composite obtained in Example 
1-1 is shown in Fig. 4. The organically-modified layer silicate compound A was dispersed in a polypropylene resin as a 

50 primary aggregate unit having a thickness of from several nanometer to scores of nanometer. No huge secondary 
aggregate particles having a short axis length of not less than 500 nm were found even on scores of different images. 
[Evaluation (A): G; The absence of huge secondary aggregates is responsible for tiie fact tiiat the resin composite is 
visually transparent]. Although the added amount of Compound A was as small as 5 parts by weight, dissociated pri- 
mary aggregates of organically-modified layer silicate were dispersed in the resin matrix in dose to each other. There 

55 were no regions in which no organically-modifed layer silicate particles are found in a 1 ^ squar division. The prob- 
ability of occurrence of two or more organically-modified layer silicat particles in 200 numbers of 500 nm square divi- 
sions randomly extracted from a plurality of TEM photographs of the same magnificati n was 67% [Evaluation (B): G]. 
The proportion of the organically-modified layer silicat compound satisfying the requirements (1) and (2) for th degree 
of dispersion in all Compound A was estimated at about 96%. 
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When subjected to X-ray diffractometry. the present resin composite exhibited an interplanar spacing of 2.83 nm, 
which Is essentially the same as that of Compound A alone. Further, the present resin composite exhibited a sharp 
reflection. It is thought that Compound A was dispersed in the polypropylene resin while maintaining the primary aggre- 
gate structure almost conrpleteiy without any significant swelling. 

EXAMPLE 1-2 

To 1 00 parts by weight of a polyethylene (PE) resin "Sumikathene F208-1 " available from Sumitomo Chemical Co., 
Ltd. were added 30 parts by weight of Compound A. The mixture was then melt-kneaded in the same manner as in 
Example 1-1 (ISO^'C. 100 r.p.m,). As a result, Compound A was dispersed in the polyethylene resin in a virtually dear 
state without leaving huge secondary aggregate particles having a short axis length of not less than 500 nm. The 
present resin composite exNbited a charged voltage half-life period of not more than 0.2 seconds and a specific volume 
resistivity of 7.6x10''° cm. The present resin composite still exhibited a charged voltage half-life period of not more 
than 0.2 seconds after washed with water/ethanol on the surface thereof. In the present resin composite, Compound A 
was somewhat swelled (interplanar spacing: 3.15 nm). 

EXAMPI-E 1-3 

100 parts by weight of the organically-modified layer silicate compound-polyethylene resin composite obtained in 
20 Example 1-2 were melt-kneaded with 385 parts by weight of a polyethylene resin at a temperature of 190^C (100 r.p.m.). 
The resulting diluted resin composite exhibited a charged voltage half-life period of 0.7 seconds, it exhibited a charged 
voltage half-life period of 0.8 seconds after washed with water/ethanol. Thus, the present resin composite exhibited 
good permanent antistatic properties. The present resin cornposite also exhibited a specific volume resistivity of 
3.6x10^^ n*cm. 

EXAMPLE 1-4 

To 1 00 parts by weight of a high impact resistance polystyrene (HIPS) resin "H8652" available from Asahi Chemical 
Industry Ca, Ltd. were added 2 parts by weight of Compound B. The mixture was then melt-kneaded in the same man- 
ner as in Example 1-1 (220''C, 100 r.p.m.). The specific volume resistivity of the present resin composite was 6.5x10^^ 
n • cm. In the present resin composite, the organically-modified layer silicate compound indicated an exceptionally spe- 
cific state of dispersion. A transmission electron micrograph of tiie Compound B-HIPS resin composite obtained in the 
present example is shown in Fig. 1-5. In Fig. 1-5, the portion dye witii osmium oxide which constitutes a multiple phase 
is a polytxjtadiene phase incorporated in HIPS. Compound B was also shown forming a network made of a band or film- 
like structure having a short axis length (tiiickness) of 20 to 30 nm in the polystyrene matrix portion. This network itself 
forms an extremely huge secondary aggregate. In fact, tills network can be easily recognized from one end of a TEM 
image of a lower magnification having a side length of 50 pni to the ottier along the continuous phase of Compound B 
or different aggregate particle phases of Compound B isolated at a distance of not more than 500 nm. In other words, 
it can be tiiought tiiat Compound B, even if used in a small amount, forms an extremely efficient electrically-conductive 
passage tiiat provides the resin with permanent antistatic properties. In tiie present resin composition, Compound B 
exhibited an interplanar spacing of 2.99 nm. which Is a slight increase from tiiat determined before being Incorporated 
In ttie resin. 

EXAMPLE 1-5 

To 100 parts by weight of an acrylonita'ile-butadiene-styrene copolymer (ABS resin) Toyolac 100" available from 
Toray Industries, Inc. were added 3 parts by weight of Compound C. The mixture was tiien melt-kneaded in the same 
manner as in Example 1-1 (220°C, 10O r.p.m.) to obtain a Compound C-ABS resin composite. In tiie present resin com- 
position, Compound C exhibited an interplanar spacing of 3.4 nm, which Is an increase from that determined before 
being incorporated in tiie resin. 

EXAMPLE 1-6 

To 100 parts by weight of a homopolypropylene resin "Mitsui NOBLEN JHH-G" available from Mitsui Toatsu Chem- 
55 icals. Inc. were added 5 parts by weight of Compound D. The mixture was then melt-kneaded in the same manner as 
In Example 1-1 (200°C. 100 r.p.m.) to obtain a Compound D-polypropylene resin composite in tiie form of transparent 
compound. The probability of occurrence of 2 or more organically-modified layer silicate particles in 200 numbers of 
500 nm squar divisions randomly extracted from a plurality of TEM photographs was 70%. 



20 



K:\S\Southem ClaV\1 3301\patents\EP000787767.cp c 



Page 21 of 



EP 0 787 767 A1 

EXAMPLE 1-7 

To 100 parts by weight of a filler-reinforced polypropylene resin "Sunlet 177030" available from Mitsui Petrochem- 
ical Industries, Ltd. were added 5 parts by weight of Compound E. The mixture was then melt-kneaded In the same 
5 manner as in Example 1-1 (200**C, 100 r.p.m,) to obtain a Compound E-(flller-containlng) polypropylene resin compos- 
ite. There have been no effective antistatic treatment processes for filler-containing polyolef in resin. The resin compos- 
ite obtained in the present example exhibited a charged voltage half-life period of 2.8 seconds and a specific volume 
resistivity of 1 .2x10^^ Cl • cm and thus showed good permanent antistatic properties. 

10 EXAMPLE 1-8 

The procedure of Example 1-1 was followed to obtain a transparent Conpound F-polypropylene resin composite 
except that Compound F was used as an organically-modified layer silicate compound. 

IS EXAMPLE 1-9 

To 100 parts by weight of a random polypropylene resin T658H" were added 10 parts by weight of Compound G. 
The mixture was then kneaded at a temperature of 155°C and 20 r.p.m. by means of a roll kneader available from 
Nishimura l^ki K.K. for 15 minutes. The Compound G-polypropylene resin composite thus obtained was transparent 
20 and exhibited a specific volume resistivity of 6.4x10^^ O • cm. 

COMPARATIVE EXAMPLE 1-1 

The procedure of Example 1-9 was followed to obtain a Compound G-polypropylene resin composite except that 
25 the kneading time was 5 minutes. The resin composite thus obtained was observed slightly cloudy but was almost 
transparent. However, on TEM photograph (Fig. 1-6), many regions in which Compound G dissociated into primary 
aggregate units don't diffuse are found. The majority of Compound G is present as an elongated secondary aggregate. 
The image analysis shows that about 10% of Compound G is present as a secondary aggregate having a short axis 
length of not less than 1 ^m. The probability of occun'ence of 2 or more organically-modified layer silicate particles in 
30 200 mumbers of randomly extracted 500 nm square divisions was only 25%. The present resin composite exhibited a 
charged voltage half-life period of not less than 30 seconds and a specific volume resistivity of 8.1x10^*^ a • cm. 

COMPARATIVE EXAMPLE 1-2 

35 1 00 parts by weight of a random polypropylene resin ''F658H" were kneaded with Compound G in such an amount 
that the inorganic content In tiie resin reached 5.4 wt-% in the manner described in "transactions of The 4tii Forum of 
Polymer Material", page 294. TTie resulting resin composite was visually observed to have particles of Compound G 
throughout the system. The present resin composite also exhibited a haze of 55, which Is an Increase from that of the 
resin alone, i.e., 40. On TEM photograph, Compound G is present as an almost band-like secondary aggregate (short 

40 axis length: 200 nm to 2 ^m). Huge aggregate particles having a short axis length of not less than 3 \im were observed 
throughout the system as well. The state of dispersion of tiie organically-modified layer silicate compound was 
extremely poor. The probability of occurrence of 2 or more organically-modified layer silicate particles In randomly 
extracted 200 numbers of 500 nm square divisions was only 13%. TTie present resin composite exhibited a specific vol- 
ume resistivity of 1 .2x10^^ Q. • cm. 

45 

COMPARATIVE EXAMPLE 1-3 

The procedure of Example 1-1 was followed to obtain a Compound H-polypropylene resin composite except that 
Compound H was used Instead of Compound A. The present resin composite looked cloudy due to tiie occun'ence of 

so undissoclated particles of Compound H. When observed under TEM. the present resin composite was confirmed to 
have huge secondary aggregates of Compound H having a size of from several micrometer to hundreds of micrometer 
throughout tiie system. Littie or no dispersion of primary aggregates of Compound H was observed in the resin matrix. 
The probability of occun-ence of 2 or more organically-nKXiified lamellar silicate particles in randomly extracted 200 
numbers of 500 nm square divisions was only 0.5%. The present resin composite exhibited a specific volume resistivity 

55 of 5.2x10^^0 •cm, 

COMPARATIVE EXAMPLE 1-4 

The procedure of Example 1-1 was followed to obtain a Compound l-polypropylene resin composite except tiiat 
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Compound I was used instead of Compound A. The present resin composite looked cloudy due to the occun^ence of 
undissociated particles of Compound I. When obs&ved under TEM, the present resin oonposite was confirmed to 
have huge secondary aggregates of Corrpound I having a size of from several micrometer to hundreds of micrometer 
throughout the system. Little or no dispersion of primary aggregates of Compound I was observed in the resin matrix. 
5 The probability of occurrence of 2 or more organically-modified layer silicate particles in randomly extracted 200 num- 
bers of 500 nm square divisions was only 1%. The present resin composite exhibited a specific volume resistivity of 
7.7x10^® n* cm. 

COMPARATIVE EXAMPLE 1-5 

The procedure of Example 1-1 was followed to obtain a Compound J-polypropylene resin composite except that 
Compound J was used instead of Compound A. The present resin composite looked cloudy due to the occurrence of 
undissociated particles of Compound J. When observed under TEM, the present resin composite was confirmed to 
have huge secondary aggregates of Compound J having a size of from several micrometer to hundreds of micrometer 
throughout the system. The primary aggregates of Compound J in the resin matrixwere observed only in the vicinity of 
huge secondary aggregates. The probability of occurrence of 2 or more organically-modified layer silicate partides in 
randomly extracted 200 numbers of 500 nm square divisions was only 1 1%. The present resin composite exhibited a 
specific volume resistivity of 6.3x10^^ n • cm. 

20 COMPARATIVE EXAMPLg l-g 

The procedure of Example 1-1 was followed to obtain a Compound K-polypropylene resin composite except that 
Compound K was used instead of Compound A. The present resin composite looked doudy due to the occurrence of 
undissociated particles of Compound K. When observed under TEM, the present resin composite was confirmed to 
25 have huge secondary aggregates of Compound K having a size of from several micrometer to hundreds of micrometer 
throughout the system. Little or no dispersion of primary aggregates of Compound K was observed in the resin matrix. 
The probability of occurrence of 2 or more organically-modified layer silicate particles in randomly extracted 200 num- 
bers of 500 nm square divisions was only 3%. The present resin composite exhibited a specific volume resistivity of 
2.2x10^^ n- cm. 

COMPARATIVE EXAMPLE 1-7 

The procedure of Example 1-1 was followed to obtain a Compound L-polypropylene resin composite except that 
unmodified montmorillonite "Kunipia P (Conpound L) was used instead of Compound A. The present resin composite 
looked cloudy due to the occun'ence of undissodated partides of Compound L When observed under TEM. the 
present resin composite was confirmed to have huge secondary aggregates of Compound L having a size of from sev- 
eral micrometer to hundreds of micrometer throughout the system. No dispersion of primary aggregates of Compound 
L was observed in the resin matrix. The probability of occurrence of 2 or more organically-modified layer silicate parti- 
cles in randomly extracted 200 numbers of 500 nm square divisions was 0%. The present resin composite exhibited a 
specific volume resistivity of 10^^ n - cm or more. 

COMPARATIVE EXAMPLE 1-8 

In accordance with the process (process proposed by Otani et al.) described in "transactions of The 38th Forum of 
Clay Science", page 52. an organically-modified layer silicate "SAM" (Compound M) available from Coop Chemical Co. . 
Ltd. was added to a polypropylene resin to ot>tain a polypropylene resin composite comprising Compound M incorpo- 
rated therein in an amount of 3 wt-%. The present resin composite looked cloudy due to the occun'ence of undissoci- 
ated partides of Compound M. When observed under TEM, the present resin composite was confirmed to have huge 
secondary aggregates of Compound M having a size of from several micrometer to hundreds of micrometer throughout 
the system. Little or no dispersion of primary aggregates of Compound M was observed in the resin matrix. The prob- 
ability of occurrence of 2 or more organically-modified layer silicate particles in randomly extracted 200 numbers of 500 
nm square divisions was only 8%. The present resin composite exhibited a specific volume resistivity of 2.8x10^^ 
n*cm. 

55 COMPARATIVE EXAMPLE 1-9 

Th procedur of Example 1-1 was fdlowed to obtain a Compound N-polyethylene resin composite except that a 
polyethylene resin "Sumikathene F208-1" was used instead of the random polypropylene resin and 10 parts by w ight 
of "6ENT0NE 52" (compound N) available from RHEOK, INC. was used instead of 5 parts by weight of Compound A. 
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The present resin composite looked cloudy due to the oocun-ence of undissociated particles of Compound N. When 
observed under TEM. th present r sin composite was confirmed to have huge secondary aggregates of Compound N 

having a size of from several micrometer to hundreds of micrometer throughout the system. A slight disp rsion of pri- 
mary aggregates of Compound N was observed in the resin matrix. The probability of occun'ence of 2 or more organi- 
5 calty-modif ied layer silicate particles in randomly extracted 200 numbers of 500 nm square divisions was only 21%. The 
present resin composite exhibited a specific volume resistivity of 5.6x10^^ ^1* cm. 

COMPARATIVE EXAMPLE 1-10 

10 The procedure of Example 1-1 was followed to obtain a Compound 0-polypropylene resin composite except that 
1 .5 parts by weight of tetra-n-decylammonium bromide (Compound O) were used instead of 5 parts by weight of Com- 
pound A. The present resin composite looked transparent shortly after molded but looked slightly cloudy on the surface 
thereof after 3 days- The present resin composite exhibited a charged voltage half-life period of not less than 30 sec- 
onds, a specific surface resistivity of not less than 10^^ O (per square) and a specific volume resistivity of not less than 

15 10^® n» cm or nwre. 

EXAMPLE 1-10 

To 100 parts by weight of an ABS resin Toyolac 100" were added 5 parts by weight of Compound P. The mixture 
20 was then melt-kneaded at a temperature of 220''C in the same manner as in Example 1-1 . As a result of TEM analysis, 
about 15% of Compound P was observed dissociated into primary aggregate units in the Compound P-ABS resin com- 
posite thus obtained. The rest of Compound P was observed unKbrmly dispersed in the resin matrix in the form of sec- 
ondary aggregate having a short axis length of not more than about 100 nm. The probability of occurrence of 2 or more 
organically-modified layer silicate particles in randomly extracted 200 numbers of 500 nm square divisions was 90%. 
25 (X-ray analysis showed that Compound P had swollen to an interplanar spacing of 4.57 nm in the present resin com- 
posite.) 

It was confirmed that the present resin composite exhibits a charged voltage half-life period of 0.6 seconds, which 
was increased to 4.2 second after washed with water/ethanol. and a specific volume resistivity of 7.5x10^^ n • cm, dem- 
onstrating that it has permanent antistatic properties. Although Compound P was uniformly dispersed in the resin, the 

30 present resin composite made of a 1 mm thick specimen exhibited a specific surface resistivity of 4.5x1 0** ^ (per square). 
However, the specific surface resistivity of the present resin composite was increased to 3.8x10^^ Cl (per square) at a 
half day of storage at a humidity of 5% in a glove compartment. The charged voltage half-life period and the specific 
volume resistivity of the present resin composite were increased to 7 seconds and 2.1x10^^ O, • cm, respectively, after 
the storage. The antistatic properties of the present resin composite were slightly lowered as compared with that deter- 

35 mined under the standard conditions but still fell within the desirable range. 

EXAMPLE 1-11 

To 1 00 parts by weight of a polystyrene (PSt) resin "GP666" available from Asahi Chemical Industry Ca , Ltd. were 
40 added 5 parts by weight of Compound Q. The mixture was then kneaded at a temperature of 200''C in the same manner 
as in Example 1-10 to obtain a Compound Q-polystyrene resin composite. As a result of TEM analysis, about 30% of 
Compound Q was observed dissociated into primary aggregate units in the Compound P-ABS resin composite thus 
obtained. The rest of Compound Q was observed uniformly dispersed in the resin matrix in the form of secondary 
aggregate having a short axis length of not more than about 100 nm. The probability of occurrence of 2 or more organ- 
45 ically-modified layer silicate particles in randomly extracted 200 numbers of 500 nm square divisions was 72%. The 
present resin composite exhibited a charged voltage hatf-iife period off 4.2 seconds, which was increased to 7.2 sec- 
onds after washed with water/ethanoi. 

EXAMPLE M2 

so 

The procedure of Example 1-10 was followed to obtain a Compound R-ABS resin composite except that 7 parts kiy 

weight of Compound R were used instead of 5 parts by weight of Compound P. As a result of TEM analysis, about 30% 
of Compound R was obsen/ed dissociated into primary aggregate units in the Compound R-ABS resin composite thus 
obtained. The rest of Compound R was observed uniformly dispersed in the resin matrix in the form of secondary 
55 aggregate having a short axis length of not more than about 1 00 nm. The probability of occurrence of 2 or more organ- 
ically-modified layer silicate particles in randomly extracted 200 numbers of 500 nm square divisions was 90%. The 
present resin composite exhibited a charged voltage half-life period of not more than 0.2 seconds and further a charge 
voltage half-life period of not more than 0.2 seconds even after washed with water/ethanol. 
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EXAMPLE 1-13 

To 100 parts by weight of a polyethylene (PET) resin "Kurapet 1030" available from Kuraray Co., Ltd. were acWed 
10 parts by weight of Compound S. The mixture was then kneaded at a temperature of 270''C in the same manner as 
5 in Example 1-10 to obtain a Compound S-PET resin composite. As a result of TEM analysis, about 80% or more of Com- 
pound S was observed uniformly dispersed in the resin matrix in the Compound S-PET resin composite thus obtained 
in the fonn of secondary aggregate having a short axis length of scores of nanometer to 200 nm. The probability of 
occurrence of 2 or more organically-modified layer silicate particles in randomly extracted 200 numbers of 500 nm 
square divisions was 77%. The present resin composite exhibited a specific volume resistivity of 7.3x10^'' Q * cm. 

10 

EXAMPLE 1-14 

The procedure of Exanfiple MO was followed to obtain a Compound T-ABS resin composite except that Compound 
T was used instead of Compound P. The present resin oorrqposlte ^iblted a specific volume resistivity of 5.0x10^ 
75 n«cm. 

EXAMPLE 1-15 

To 100 parts by weight of a polymethyl methacrylate (PMMA) resin "DELPET 560P available from Asahi Chemical 
20 Industry Co., Ltd. were added 7 parts by weight of Compound U. The mixture was then kneaded at a temperature of 
210°C in the same manner as in Example 1-10 to obtain a Compound U-PMMA resin composite which was slightly 
cloudy but is essentially transparent. The probability of occurrence of 2 or more organically-modified layer silicate par- 
ticles in randomly extracted 200 numbers of 500 nm square divisions on TEM photograph was 69%. The present resin 
composite exhibited a specific volume resistivity of 8.1x10^^ n«cm. 

25 

EXAMPLE 1-16 

The procedure of Example 1-15 was followed to obtain a Compound V-PMMA resin composite except that Com- 
pound V was used instead of Compound U. The present resin composite exhibited a specific volume resistivity of 
30 3.6x10^^ n- cm. 

EXAMPLE 1-17 

5 parts by weight of Compound W. 1 00 parts by weight of a styrene monomer which had been freed of inhibitor and 
35 then purified by distillation under reduced pressure and 0.4 parts by weight of a polymerization Initiator "V-SS" available 
from Wako Pure Chemical Industries, Lid. were added to 200 parts by weight of toluene which had been dried and then 
purified by distillation in an atmosphere of argon. The reaction mixture was then allowed to undergo polymerization with 
stirring at a temperature of 75°C in an atmosphere of argon for 12 hours. After allowed to cool, the mixture was poured 
into a large amount of hexane. The resulting precipitate was purified by sedimentation from toluene and hexane. When 
40 the resulting white Compound W-polystyrene resin composite was melt-mokied, it remained slightly cloudy but turned 
almost transparent. On TEM photograph, the majority of Compound W was present in the form of secondary aggregate 
having a short axis length of from 50 to 200 nm. The probability of occun-ence of 2 or more organically-modified layer 
silicate particles in randomly extracted 200 numbers of 500 nm square divisions on TEM photograph was 64%. The 
present resin composite exhibited a specific volume resistivity of 4. 1 x1 0^^ O • cm. 

45 

EXAMPLE 1-18 

10 parts by weight of Compound Q were added to 100 parts by weight of a 10 : 1 mixture of a glycerin type poly- 
ether polyol (OHV = 235; available from Mitsui Petrochemical Industries, Ltd.) and ethylene glycol. The mixture was 

so then stirred at a temperature of eO'^C for 1 hour to undergo dispersion. To the composition were then added 97.2 parts 
by weight of a polyfunctronal isocyanate monomer ''TR-50'' available from Mitsui Petrochemical Industries. Ltd. and 1 
part by weight of a polymerization catalyst "Kaoriser No. 1 " available from Kao Corp. The mixture was then developed 
into a 100 mm x 100 mm x 5 mm mold where it was then allowed to undergo reaction at a temperature of 50*'C for 24 
hours to obtain a Compound Q-crossfinked polyurethane (PU) resin composite. As a result of observation under TEM. 

55 the majority of Compound Q was shown present in the form of secondary aggregate having a short axis length of from 
scores of nanometer to 500 nm in the resin composit . 
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EXAMPLE \'^9 

The procedure of Example i-18 was followed to obtain a Compound X-crossHnked polyurethane resin composite 
except that Compound X was used instead of Compound Q. As a result of TEM analysis, the majority of Compound X 
5 was observed present in the form of secondary aggregate having a short axis length of from scores of nanometer to 
500 nm in the Compound X-crosslinked polyurethane resin composite. The probability of occurrence of 2 or more 
organically-modified layer silicate particles in randomly extracted 200 numbers of 500 nm square divisions was 81%. 
The present resin composite exhibited a charged voltage half-life period of 0.8 seconds, which was increased to 3.4 
seconds after washed with water/ethanol. 

10 

EXAMPUg I-2Q 

50 parts by weight of maleic anhydride and 128 parts by weight of bisphenol A were stirred at a temperature of 
150°C in the stream of argon for 1 hour, and then heated to a temperature of 210''C where they were then allowed to 

15 undergo reaction while the resulting water was being removed for 2 hours. After allowed to cool, the resulting unsatu- 
rated polyester resin was crushed. The crushed polyester resin and 23 parts by weight of Compound X were added to 
300 parts by weight of a styrene monomer. The mixture was then stirred for 30 minutes. To the mixture were then added 
10 parts by weight of benzoyl peroxide and 2.5 parts by weight of dimethylaniline. The mixture was d^eloped into a 
100 mm X 100 mm X 5 mm mold where it was then allowed to stand at a temperature of 40^C for 3 hours to undergo 

20 polymerization. As a result of TEM analysis, the majority of Compound X was present in the form of secondary aggre- 
gate having a short axis length of from scores of nanometer to 500 nm in the Compound X-unsaturated polyester resin 
composite thus obtained. The present resin composite exhibited a specific volume resistivity of 5.4x10^ ^ n • cm. 

COMPARATIVE EXAMPLE 1-11 

25 

To 1 00 parts by weight of a homopoiypropylene resin "Mitsui NOBLRN JHH-G" were added 7 parts by weight of an 
organically-modified layer silicate "SPN (Compound Y)" available from Coop Chemical Co.. Ltd. The mixture was then 
kneaded in the same manner as in Example 1-10 at a temperature of 200*'C to obtain a Compound Y-polypropylene 
resin composite. In the present resin composite, the particulate Compound Y was visually found throughout the system. 
30 However, when subjected to TEM analysis, not less than 80% of Compound Y was observed unevenly distributed in the 
resin matrix in the form of secondary aggregate having a short axis length of from 1 ^m to 100 and scores of microm- 
eter. The probability of occurrence of 2 or more organically-modified layer silicate particles in randomly extracted 200 
numbers of 500 nm square divisions was only 8%. The present resin composite exhibited a charged voltage half-life 
period of not less than 30 seconds, demonstrating that it has no antistatic properties. 

35 

COMPARATIVE EXAMPLE 1-12 

To 100 parts by weight of a polystyrene resin "GP666" were added 7 parts by weight of Compound V. The mixture 
was then kneaded at a temperature of 200°C in the same manner as in Example 1-1 1 to obtain a Compound V-polysty- 
40 rem resin composite. When subjected to TEM analysis, not less than 80% of Compound V was observed unevenly dis- 
tributed in the resin matrix in the form of secondary aggregate having a minor axis length of from 1 (im to 100 and 
scores of micrometer. The probability of occurrence of 2 or more organically-modified layer silicate particles in randomly 
extracted 200 500 nm square divisions was only 10%. The present resin composite exhibited a charged voltage half- 
life period of not less than 30 seconds, demonstrating that it has no antistatic properties. 

45 

COMPARATIVE EXAMPLE 1-13 

The procedure of Comparative Example 1-1 1 was followed to obtain a Compound W-polypropylene resin composite 
except that 7 parts by weight of Compound W were used instead of Compound Y The present resin composite looked 

50 cloudy due to the occurrence of undissociated particles of Compound W. When observed under TEM. the present resin 
composite was confirmed to have huge secondary aggregates of Compound W having a size of from several microm- 
eter to hundreds of micrometer throughout the system. Little or no dispersion of primary aggregates of Compound W 
was observed in the resin matrix. The probability of occurrence of 2 or more organically-nrKxlif led layer silicate particles 
in randomly extracted 200 numbers of 500 nm square divisions was only 9%. The present resin composition exhibited 

55 a specific volume resistivity of 7.9x10^^ Q • cm. 

COMPARATIVE EXAMPLE 1-14 

To 100 parts by weight of an ABS resin Toyotac 100** were added 0.3 parts by weight of dodecyldimethyt potyoxy- 



25 



KASVSouthem ClaVM 3301\patents\EP000787767.cpc 



Page 26 of 



EP 0 787 767 A1 

propylene ammonium chloride (Compound Z). Hie mixture was then treated in the same manner as in Example MO to 
obtain a Compound Z-ABS resin composit . Immediately after molded, the present resin composite exhibited a specific 
surface resistivity of 3.2x10^^ O (per square), which was lowered to 2.8x10^^ CI (per square) after 30 days of storag 
at room temperature, demonstrating that it has antistatic properties, though poor. However, the present resin composite 
5 exhibited a specific surface resistivity of not less than 1 0^^ il (per square) after washing one side of the molded product 
with water/ethanol and dried. 

COMPARATIVE EXAMPLE M5 

10 Only a random polypropylene resin "FBSSH" was passed through a twin-screw extruder at a temperature of 190°C 
(100 r.p.m.), and then treated in the same manner as in Example t-1 to prepare polypropylene resin specimens. The 
present resin exhibited a charged voltage half-life period of not less than 30 seconds and a specific volume resistivity 
of not less than 1 0^^ n • cm, demonstratlng.that it has high insulating properties. 

15 COMPARATIVE EXAMPLE 1-1? 

Only a homopolypropylene resin "Mitsui Norbrene JHH-Q" was passed through a twin-screw extruder at a temper- 
ature of 200°C (100 r.p.mO, and then treated in the same manner as in Example 1-1 to prepare polypropylene resin 
specimens. The present resin exhibited a charged voltage half-life period of not less than 30 seconds and a specific vol- 
20 ume resistivity of not less than 1 0^^ n • cm. demonstrating that it has high Insulating properties. 

COMPARATIVE EXAMPLE 1-17 

Only a filler-reinforced polypropylene resin '*Sunlet TROSO" was passed through a twin-screw extruder at a tem- 
25 perature of 200''C (100 r.p.m.). and then treated in the same manner as in Example 1-1 to prepare (filler-containing) 
polypropylene resin specimens. The present resin exhibited a charged voltage half-life period of not less than 30 sec- 
onds and a specific volume resistivity of not less than 10^^ n • cm. demonstrating that it has high Insulating properties. 

COMPARATIVE EXAMPLE 1-18 

30 

Only a polyethylene resin "Sumikathene F208-r was passed through a twin-screw extruder at a temperature of 
200**C (85 r.p.m.), and then treated in the same manner as in Example 1-1 to prepare polyethylene resin specimens. 
The present resin exhibited a charged voltage half-life period of not less than 30 seconds and a specific volume resis- 
tivity of not less than 1 0^^ O * cm, demonstrating that It has high insulating properties. 

35 

COMPARATIVE EXAMPLE 1-19 

Only an HIPS resin "H8652" was passed through a twin-saew extruder at a tempa'ature of 220°C (100 r.p.m.), and 
then treated In the same manner as in Example 1-1 to prepare HIPS resin specimens. The present resin exhibited a 
40 charged voltage half-life period of not less than 30 seconds and a specific volume resistivity of not less than 10^^ 
n • cm, demonstrating that it has high insulating properties. 

COMPARATIVE EXAMPLE 1-20 

45 Only an ABS resin "Toyolac 1 00" was passed through a twin-screw extruder at a temperature of 220<'C (85 r.p.m.), 
and then treated in the same manner as in Example 1-1 to prepare ABS resin specimens. The present resin exhibited 
a charged voltage half-life period of not less than 30 seconds and a specific volume resistivity of not less than 10^^ 
n • cm, demonstrating that it has high insulating properties. 

so COMPARATIVE EXAMPLE 1-21 

Only a polystyrene resin "GPSee" was passed through a twin-screw extruder at a temperature of 200''C (100 
r.p.m.). and then treated in the same manner as in Example 1-1 to prepare polystyrene resin specimens. The present 
resin exhibited a charged voltage half-life period of not less than 30 seconds and a specific volume resistivity of not less 
55 than 10^^ n • cm. demonstrating that it has high insulating properties. 

COMPARATIVE EXAMPLE 1-22 

Only a PMMA resin Terpet 560F" was passed through a twin-screw extruder at a temperature of 210''C (100 
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r.p.m.}, and then treated in the same manner as in Example M to prepare PMMA resin specimens. The present resin 
xhibited a charged voltage hatf-life period of not less than 30 seconds and a specific volume resistivity of 2x10^^ 
O • cm. demonstrating that it has high insulating properties. 

5 COMPARATIVE EXAMPLE 1-23 

Only a PET resin "Kurapet 1030" was passed through a twin-screw extruder at a temperature of 270*^0 (1 00 r.p.m.), 
and then treated in the same manner as in Example 1-1 to prepare PET resin specimens. The present resin exhibited a 
charged voltage half-life period of not less than 30 seconds and a specific volume resistivity of 7.8x10^^ O • cm, dem- 
10 onstrating that it has high insulating properties. 

COMPARATIVE EXAMPLE 1-24 

The procedure of Example 1-18 was followed to obtain a crosslinked polyurethane resin except that Compound Q 
15 was not used. The present resin exhibited a charged voltage half-life period of not less than 30 seconds and a specific 
volume resistivity of 7.9x10''^ a* cm, demonstrating that it has high insulating properties. 

COMPARATIVE EXAMPLE 1-25 

20 The procedure of Example 1-20 was followed to obtain an unsaturated polyester resin except that Compound X was 
not used. The present resin exhibited a charged voltage half-life period of not less than 30 seconds and a specific vol- 
ume resistivity of 6.4x10^^ CI • cm, demonstrating that it has high insulating properties. 
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(Note) 

^ The amount of compound is represented by parts by weight 

based on 100 parts by weight of resin. 
*2i The symbols in the column of short axis length of 
aggregate and average minimum interparticle distance have the 
following meaning: 

(A) Minor axis length of aggregate 

IS 

G: The fraction of primary aggregates and secondary 

aggregates having a short axis length of not more than 500 nm 
^ falls within the range of from 2 to 30 parts by weight based 

on 100 parts by weight of resin matrix. 

P; The fraction of primary aggregates and secondary 
^ aggregates having a short axis length of not more than 500 nm 

falls less than 2 parts by weight based on 100 parts by 

weight of resin matrix. 

30 

(B) Average minimum interparticle distance 

G: The probability of occurrence of 2 or more particles in a 
35 500 nm square division is not less than 50%. 

P: The probability of occurrence of 2 or more particles in a 
500 nm square division is less than 50%. 

40 



EXAMPLE II 

45 

EXAMPLE 11-1 

(a) Synthesis of quaternary ammonium salt 

so The synthesis of a quaternary ammonium salt having a branched aliphatic alky! group was carried out in the follow- 
ing manner. 

In a 2-^ flask were charged 1.200 g of "Rne Oxochol 180N" [available from Nissan Chemical Industries. Ltd.; main 
component: 2-(3-methylhexyl)-7-methyl-1-decanol] and 6 g of a copper-nickel catalyst (0.5% by weight based on the 
weight of alcohol). The air in the system was replaced by nitrogen with stirring to initiate temperature rise. When the 
55 temperature of the system reached 1 00**C, hydrogen gas was then charged into the system at a flow rate of 20 ^/hr. as 
determined by a flowmeter. The reaction system was then heated to 1 80''C, which is the reaction Initiation temperature. 
At this temperature, methylamine gas was introduced int the reaction system in such an amount that the methylamine 
content in the exhaust gas reached about 5 vol-% to initiate reaction. Th reaction was effected under normal pressure 
while the resulting water was beng removed from the system for about 5 hours. After the termination of the reaction, 
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the introduction of methylamine gas was suspended. Only hydrogen was introduced into th system for akx)ut 1 hour. 
Thereafter, the reaction system was allowed to cool t 100*^0 in an atmosphere of nitrogen. The catalyst was then 
removed from the reaction system by filtration. The filtrate was then distilled off under a pressure of 5 ton- to obtain a 
reaction product. The reaction product thus obtained was then subjected to gas chromatography. As a result, it was con- 
5 firmed that a tertiary amine having two branched type aliphatic alkyl groups had been produced in a composition ratio 
of 99.7%. 

Subsequently, into a 1 liter-autoclave were charged 300 g of the tertiary amine having two branched type aliphatic 
alkyl groups. 145 g of isopropyl alcohol and 35.4 g of methyl chloride. The reaction system was then heated to a tem- 
perature of 90''C. 16.1 g of a 48% aqueous solution of NaOH was continuously injected into the reaction system in 
10 about 2 hours. The reaction system was then subjected to ripening for about 6 hours. Thereafter, the reaction system 
was filtered to remove NaCI thus by-produced therefrom. The resulting reaction product was then analyzed. As a result. 
It was confirmed that a quaternary ammonium salt having two branched type aliphatic alkyl groups (described in the 
column of main component of organic modifier for Compound A in Table 11-1) had been produced in an effective content 
(cation %) of 68%. 

IS 

(b) Preparation of organically-modified layer silicate compound (Compound A) 

Using the foregoing quaternary ammonium salt having two branched type aliphatic alkyl groups as an organic nxxJ- 
if ier, a layer silicate compound which had been organically modified in the following manner was synthesized. 

20 To an aqueous solution comprising 10 g of morrtmorillonite (Kunlpia F, available from Kunlmine Industry Corp.) dis- 
persed in 1 ^ of ion-exchanged water was added 300 g of an aqueous solution of 10.8 g of the foregoing quaternary 
ammonium salt having two branched type aliphatic alkyl groups having an effective content of 68% with stirring. The 
reaction system was then allowed to undergo reaction at a temperature of eO'^C for 2 hours. The resulting precipitate 
was thoroughly washed with ethanol and ion-exchanged water, filtered with suction, and then freeze-dried or spray- 

25 dried to obtain an organically-modified layer silicate compound (Compound A in Table 11-1). The organically-modified 
layer silicate compound thus ofc>tained was then measured for average spacing by an X-ray diffratometer (RU-200 
(CuKa-40kV), available from Rigaku Corp.). The result was 27.3 A, 

Compound A thus obtained was then added to liquid paraffin. The mixture was then stin-ed by means of a high 
speed dispersing machine (Homomixer MARK 112.5: 5.000 r.p.m., available from Tokushu Kika Kbgyo Co.. Ltd.). As a 

30 result, Compound A could be dispersed in liquid paraffin to give a (visually) transparent dispersion in an amount of up 
to 2% by weight. Using a rotary viscometer [Type B viscometer, available from Tokimec Inc.], the dispersion was then 
measured for apparent viscosity at 6 r.p.m. and 60 r.p.m. at 20''C. As a result, it was found that the present dispersion 
exhibits a sufficient thickening effect as well as thixotropic properties (Table 1-2). 

35 EXAMPLE 11-2 

The procedure of Example 11-1 was followed to synthesize a tertiary amine having two branched type aliphatic alkyl 
groups in a composition ratio of 99.5% except that as an alcohol there was used "Dovanol 2345" (available from Mit- 
subishi Chemical Corporation; average molecular weight: 206). 
40 The procedure of Example 11-1 was followed to synthesize a quaternary ammonium salt having two branched type 
aliphatic alkyl groups having an effective content (cation %) of 67% (described in the column of organic modifier for 
Compound B in Table li-1) except that 46.5 g of methyl chlorkie and 17.7 g of a 48% aqueous solution of NaOH were 
used. 

The procedure of Example 11-1 was followed to synthesize an organically-modified layer silicate compound (Com- 
45 pound B in Table 11-1) except that as an organic modifier there was used 8.5 g of the foregoing quaternary ammonium 
salt having two branched type aliphatic alkyl groups. The organically-modified layer silicate conpound thus synthesized 
exhibited an average spacing of 2.56 nm. 

Compound B thus obtained was then added to liquid paraffin. The mixture was then stirred by means of a high 
speed dispersing machine in the same manner as in Example 11-1 . As a result, Compound B could be dispersed in liquid 
so paraffin to give a (visually) transparent dispersion in an amount of up to 2% by weight based on the weight of liquid par- 
affin. The dispersion was then measured for apparent viscosity in the same manner as in Example 11-1 . As a result, it 
was found that the dispersion exhibits a sufficient thickening effect as well as thixotropic properties (Table li-2). 

EXAMPLE 11-3 

55 

The procedure of Example 11-1 was followed to synthesiz a tertiary amine having one branched type aliphatic alkyl 
group in a composition ratio of 99.5% except that as an alcohol ther was used "Kalcol 280G" (available from Kao 
Corp. ; average molecular weight: 41 1 ) and a dimethylamine gas was used instead of a methylamine gas. 

Subsequently the procedure of Example 11-1 was followed to synthesize a quatemary ammonium salt having one 
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branched type aliphatic alkyi group having an effective content (cation %) of 69% (described in the column of organic 
modifier for Compound C in Table 11-1) except that 43.2 g of methyl chloride and 19.8 g of a 48% aqueous solution of 
NaOH were used. 

The procedure of Example 11-1 was followed to synthesize an organically-modified layer silicate compound (Com* 
5 pound C in Table 11-1) except that as an organic modifier there was used 8.8 g of the foregoing quaternary ammonium 
salt having one branched type aliphatic alkyI group. The organically-modified layer silicate compound thus synthesized 
exhibited an average spacing of 2.89 nm. 

Compound C thus obtained was then added to liquid paraffin. The mixture was then stirred by means of a high 
speed dispersing machine in the same manner as in Example 11-1 . As a result, Compound C could be dispersed in liquid 
10 paraffin to give a (visually) transparent dispersion in an amount of up to 2% by weight based on the weight of liquid par- 
affin. The dispersion was then measured for apparent viscosity in the same manner as in Example li-1 . As a result, it 
was found that the dispersion exhibits a sufficient thickening effect as well as thixotropic properties (Table il-2). 

^XAIVIPI.^ 11-4 

75 

The procedure of Example lt-3 was followed to synthesize an organically-modified layer silicate compound (Com- 
pound D In Table 11-1) except that as the layer silicate there was used a swelling synthetic ntica (ME-100, available from 
Coop Chemical Co.. Ltd.) and as the organic modifier there was used the quatemary ammonium salt having one 
branched type aliphatic alkyI group (effective content: 69%) described in Example tl-3. The organically-modified layer 

20 silicate compound thus synthesized exhibited an average interplanar spacing of 2.85 nm. 

Compound D thus obtained was then added to liquid paraffin. The mixture was then stirred by means of a high 
speed dispersing machine in the same manner as in Example 11-1 . As a result. Compound D could be dispersed in liquid 
paraffin to give a (visually) transparent dispersion In an amount of up to 1% by weight based on the weight of liquid par- 
affin. The dispersion was then measured for apparent viscosity in the same manner as in Example 11-1. As a result, it 

25 was found that the dispersion echflaits a sufficient thickening effect as well as thixotropic properties (Table II-2). 

EXAMPLE ll>5 

(a) Synthesis of quatemary ammonium salt 

30 

The synthesis of a quaternary ammonium salt having a branched type aliphatic alkyI group was can-ied out in the 
following manner. 

In a 2-/ flask were charged 600 g of "Fine Oxochol 180N" and 12.0 g of a copper-nickel catalyst (2.0% by weight 
based on the weight of alcohol). Tlie air in the system was replaced by nitrogen with stirring to initiate tenrperature rise. 

35 When the temperature of the system reached lOO'^C, hydrogen gas was then charged into the system at a flow rate of 
40 //hr. as detentiined by a flowmeter. The reaction system was then heated to 230''C. which is the reaction initiation 
temperature. At this temperature, 413 g of 1 -dodecylamine (Farmin 20D, available from Kao Corp.) was introduced into 
the reaction system at once. The reaction system undenvent reaction for about 5 hours. After the termination of the 
reaction, the catalyst was removed by filtration. The filtrate was then purified by distillation. 

40 The resulting reaction product was then subjected to gas chromatography. As a result, it was confirmed that a sec- 
ondary amine having a branched type aliphatic alkyI group had been produced in a composition ratio of 99.7%. 

Subsequently, into an autoclave were charged 300 g of the secondary amine having a branched type aliphatic alkyI 
group. 145 g of isopropyl alcohol and 90.0 g of methyl chloride. The reaction system was then heated to a temperature 
of 90^C. 66.0 g of a 48% aqueous solution of NaOH was continuously injected into the reaction system in about 2 hours. 

45 The reaction system was then subjected to ripening for about 6 hours. Thereafter, the reaction system was filtered to 
remove NaCl thus by-produced therefrom. TTie resulting reaction product was then analyzed. As a result, it was con- 
firmed that a quaternary ammonium salt fiaving a branched type aliphatic alkyI group (described in the column of main 
component of organic modifier for Compound E in Table 11-1) had been produced in an effective content (cation %) of 
68%. 

so 

(b) Preparation of organically-modified layer silicate compound (Compound E) 

Using tiie foregoing quaternary ammonium salt having a branched type aliphatic alkyI group as an organic modifier, 
a layer silicate compound which had been organically modified in the following manner was synthesized. 
55 To an aqueous solution comprising 10 g of hectorite (SWN, available from Coop Chemical Co., Ltd.) dispersed in 1 
/ of ion-exchanged water was added 300 g of an aqueous solution of 8.6 g of the foregoing quaternary ammonium salt 
having a branched type aliphatic alkyI group having an effective content of 68% with stirring. Th reaction system was 
then allowed to undergo reaction at a temperatur of 60**C for 2 hours. The resulting precipitate was thoroughly washed 
with ethanol and ion-exchanged water, filtered with suction, and then freeze-dried to obtain an organically-modified 
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layer silicate compound (Compound E in Table The organically-modified layer silicate compound thus obtained 
was then measured for average interplanar spacing in the same manner as in Example 11-1 . Th result was 2.51 nm. 

Compound E thus obtained was then added to liquid paraffin. The mixture was then stirred by means of a high 
speed dispersing machine. As a result, Compound E could be dispersed in liquid paraffin to give a (visually) transparent 
5 dispersion in an amount of up to 2% by weight. The dispersion was then measured for apparent viscosity in the same 
manner as in Example 11-1 . As a result, it was found that the present dispersion exhibits a sufficient thickening effect as 
well as thixotropic properties (Table 11-2). 

EXAMPLE 11-6 

10 

The specific volume resistivity of Compound A was measured. For the measurement of specific volume resistivity. 
Compound A which had been thoroughly dried in a vacuum desiccator comprising phosphorus pentaoxide provided 
therein was formed into compressed pellets having a diameter of 20 rm and a thickness of 1 mm which were then sub- 
jected to measurement in a dried glove compartment. The measurement of specific volume resistivity was carried out 

15 by means of a digital ultrahigh resistance/microammeter R8340A available from Advantest Corp. and an HPS probe 
available from Dia Instrument Inc. equipped with a shield overcoat of the inventors' own making. As a result, Compound 
A was found to have a specific volume resistivity of 6.7x1 0^° n • cm (Table 11-1). 

Subsequently 100 parts by weight of a polypropylene (PP) resin T658H" available from Grand Polymer Ca, Ltd. 
were melt-kneaded with 5 parts by weight of Compound A by means of a twin-saew extruder "PCM45-33.5" available 

20 from Ikegai Corp. (190*'C, 100 r.p.m.). The mixture thus extruded was subjected to melt pressing to form 1 0 specimens 
(100 mm X 100 mm x 1 mm) which were then measured for various properties. The Compound A-polypropytene com- 
posite thus obtained exhibited the same transparency as the resin alone. When visually observed, it was confrmed that 
the organically-modified layer silicate particles had been dispersed so uniformly that no particles were recognized and 
a good transparency was attained. A TEM photograph of the specimen is shown in Rg. 11-3. On TEM photograph, the 

25 majority of Compound A was present in the form of secondary aggregate having a short axis length of from 50 to 200 
nm. The probability of occurrence of 2 or more organically-modified layer silicate particles in randomly extracted 200 
numbers of 500 nm square divisions on TEM photograph was 87%. Compound A showed a good state of dispersion 
(method for evaluating the state of dispersion of organically-modified layer silicate particles will be described later). 
The specimens were then measured for half-life period of charged voltage by means of Onestometer Type ES-5109 

30 (available from Shishido Electrostat Ltd.). The result was 0.6 seconds, demonstrating that the specimens h^e antistatic 
properties. The specimens were washed with water/ethanol on the surface thereof, dried, and then measured for 
charged voltage half-life period again. The result was 0.5 seconds, demonstrating that the present resin composition 
has permanent antistatic properties (Table 11-3). The present resin composite was measured for specific volume resis- 
tivity and specific surface resistivity before and after washed in the same manner as mentioned above. The results are 

35 shown in Table 11-3. 

The dispersibility of organically-modified layer silicate particles was evaluated in the following ntanner. 
(Evaluation of dispersion of organically-modified layer silicate compound in resin) 

40 Concerning an obviously homogeneous organically-modified layer silicate compound, only a primary aggregate or 
a secondary aggregate having a shortest diameter of not more than 500 nm are picked up from a plurality of 1 0,000 to 
100,000 magnification transmission electron micrographs (TEM; image obtained from a 100-nm thick specimen) of the 
resin composition at 3 or more different positions. From the sum of the area on TEM image occupied by these organi- 
cally-modified layer silicate particle phases, the total area on TEM image occupied by the resin matrix phase and the 

45 density (g/cm^) of the two phases, it is judged if the proportion of the organically-modified layer silicate particles satis- 
fying the requirement (1 ) for the degree of dispersion falls within the range of from 2 to 30 parts by weight based on 100 
parts by weight of the resin used (Evaluation (A)]. On the other hand, from a plurality of 1 0,000 to 1 00.000 magnification 
TEM photographs, 200 numbers of 500 nm square divisions are randomly extracted. The probability of occun'ence of 
different organically-modified layer silicate compound particles (primary aggregate particles in the case of independent 

so primary aggregate; secondary aggregate is considered one particle in the case of secondary aggregate which forms a 
continuous phase) and/or two or more sections thereof in these divisions is then determined. A system in which this 
probability is not less than 50% is considered to meet the requirement (2) for the degree of dispersion [Evaluation (B); 
In practice, this evaluation includes the requirement (1) for the degree of dispersion or data concerning the amount of 
the organically-modified layer silicate compound and is often severer than the requirement (1) for the degree of disper- 

55 sion]. Concerning a homogeneous organically-modified layer silicate compound-resin composite system, it is judged 
that if the resin composition system satisfies both th two evaluations (A) and (B), the organically-modified layer silicate 
compound is virtually dispersed in a proportion of from 2 to 30 parts by weight based on 1 00 parts by weight of the resin 
matrix in such an arrangement that both the two requirements (1) and (2) are met and the dispersion is good. 
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EXAMPLE 11-7 

100 parts by weight of a polyethylene (PE) resin "Sumikathene F208-r available from Sumitomo Chemical Ca, 
Ltd. were mett-kneaded with 30 parts by weight of Compound A in the same manner as in Example 11-6. The Compound 

5 A-polyethylene composite thus obtained exhibited the same transparency as the resin alone. When visually observed, 
it was confirmed that the organically-modified layer silicate particles had been dispersed so uniformly that no particles 
were recognized and a good transparency was attained. The dispersion of Compound A in the resin was evaluated in 
the same manner as in Example 11-6. As a result, it was confirmed that the dispersion of Compound A in the resin is 
good. The present resin composite was measured for half-life period of charged voltage. The result was not more than 

10 0.2 seconds (Table 11-3). The present resin composite was measured for specific volume resistivity and specific surface 
resistivity before and after washed in the same manner as in Example 11-6. The results are shown in Table 11-3. 

EXAMPLE 11-8 

IS 100 parts by weight of a polystyrene (PSt) resin "GPeee" available from Asahi Chemical Industry Co., Ltd. were 
melt-kneaded with 5 parts by weight of Compound A in the same manner as in Example 11-6 (200°C, 100 r.p.m.). The 
Compound A-polystyrene resin composite thus obtained exhibited the same transparency as the resin alone. When vis- 
ually observed, it was confirmed that the organically-nrKxjified layer silicate particles had been dispersed so uniformly 
that no particles were recognized and a good transparency was attained. The dispersion of Compound A in the resin 

20 was evaluated in the same manner as in Example 11-6. As a result, it was confirmed that the dispersion of Compound 
A in the resin is good. The present resin composite was measured for half-life period of charged voltage. The result was 
2.1 seconds (Table 11-3). The present resin composite was measured for specific volume resistivity and specific surface 
resistivity before and after washed in the same manner as in Example 11-6. The results are shown in Table 11-3. 

25 EXAMPLE 11 - 9 

100 parts by weight of an acrylonitrile-butadiene-styrene (ABS resin) "Toyolac #100" available from Toray Indus- 
tries. Inc. were melt-kneaded with 5 parts by weight of Compound A in the same manner as in Example 11-6 (220*'C, 
100 r.pim.). When the Compound A- ABS resin composite thus obtained was visually observed, it was confirmed that 

30 the organically-modified layer silicate particles had been dispersed so uniformly that no particles were recognized. The 
dispersion of Compound A in the resin was evaluated in the same manner as in Example 11-6. As a result, it was con- 
firmed that the dispersion of Compound A in the resin is good. The present resin composite was measured for half-life 
period of charged voltage. The result was 1 .6 seconds (Tat)le 11-3). The present resin composite was measured for spe- 
cific volume resistivity and specific surface resistivity before and after washed in the same manner as in Example 11-6. 

35 The results are shown in Table 11-3. 

EXAMPLE 11-10 

The specific volume resistivity of Compound B was measured in the same manner as in Example 11-6. The result 
40 was 9.0x10^^ n«cm (Table 11-1). Subsequently the procedure of Example 11-6 was folknved to obtain a Compound B- 
polypropylene resin composite except that Compound B was used instead of Compound A. Tlie Compound B-polypro- 
pylene resin composite thus obtained exhibited the same transparency as the resin alone. When visually observed, it 
was confirmed that the organically-modified layer silicate particles had been dispersed so uniformly that no particles 
were recognized and a good transparency was attained. The dispersion of Compound B in the resin was evaluated in 
45 the same manner as in Example II-6. As a result, it was confirmed that the dispersion of Compound B in the resin is 
good. The present resin composite was measured for half-life period of charged voltage. The result was 0.5 seconds 
(Table 11-3). The present resin composite was measured for specific volume resistivity and specific surface resistivity 
before and after washed in the same manner as in Example 11-6. The results are shown in Table 11-3. 

50 EXAMPLE 11-11 

The specific volume resistivity of Conrpound C was measured in the same manner as in Example 11-6. The result 
was 8.4x10^° n- cm (Table 11-1). The procedure of Example 11-6 was followed to obtain a Compound C-pdypropylene 
resin composite except that Conrtpound C was used instead of Compound A. The Compound C-polypropylene resin 
55 composite thus obtained exhibited the same transparency as the resin alone. When visually observed, it was confirmed 
that the organically-modified layer silicate particles had been dispersed so uniformly that no particles wer recognized 
and a good transpar ncy was attained. The dispersion of Compound C in th resin was evaluated in the same manner 
as in Example 11-6. As a result, it was confirmed that the dispersion of Compound C in the resin is good. Th present 
resin composite was measured for half-life period of charged voltage. The result was 0.5 seconds (Table 11-3). The 
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present resin composite was measured for specific volume resistivity and specific surface resistivity before and after 
washed in the same manner as in ExampI 11-6. The results are shown in Table 11-3. 

EXAi\/IPLEIM2 

5 

The specific volume resistivity of Compound D was measured in the same manner as in Example 11-6. The result 
was 7.5x1 0^^ O • cm (Table 11-1). The procedure of Example 11-6 was followed to obtain a Compound D-polypropylene 
resin composite except that Compound D was used instead of Compound A. Tlie Compound D-polypropylene resin 
composite thus obtained exhibited the same transparency as the resin alone. When visually observed, it was confirmed 

10 that the organically-modified layer silicate particles had been dispersed so uniformly that no particles were recognized 
and a good transparency was attained. The dispersion of Compound D in the resin was evaluated in the same manner 
as In Example 11-6. As a result, it was confirmed that the dispersion of Compound D in the resin is good. The present 
resin composite was measured for half-life period of charged voltage. The result was 1.3 seconds (Table 11-3). The 
present resin composite was measured for specific volume resistivity and specific surface resistivity before and after 

IS washed in the same manner as in Example 11-6. The results are shown in Table 11-3. 

EXAMPLE 11-13 

The specific volume resistivity of Compound E was measured in the same manner as in Example 11-6. The result 
20 was 5.7x10^° n» cm (Table 11-1). The procedure of Example 11-6 was followed to obtain a Compound E-polypropylene 
resin composite except that Compound E was used instead of Compound A. The Compound E-polypropylene resin 
composite thus obtained exhibited the same transparency as the resin alone. When visually observed, it was confirmed 
that the organically-modified layer silicate particles had been dispersed so uniformly that no particles were recognized 
and a good transparency was attained. The dispersion of Compound E in the resin was evaluated in the same manner 
25 as in Example 11-6. As a result, it was confirmed that the dispersion of Compound E in the resin is good. The present 
resin composite was measured for half-life period of charged voltage. The result was 2.2 seconds (Table 11-3). 

g?(AMPL5 11-14 

30 (a) Synthesis of quatemary ammonium salt 

In a 2'f. flask were charged 200 g of "Dovanol 2345" (available from Mitsubishi Chemical Corporation; average 
molecular weight: 206) and 4.0 g of a copper-nickel catalyst (2.0% by weight based on the weight of alcohol). The air in 
the system was replaced by nitrogen with stin-ing to initiate temperature rise. When the temperature of the system 

35 reached 1 0O^'C. hydrogen gas was then charged into the system at a flow rate of 40 Uhr. as determined by a flowmeter. 
The reaction system was then heated to 250''C, which is the reaction initiation temperature. At this temperature. 1 .01 1 
g of distearylamine ("Farmin D86", available from Kao Corp.) was introduced into the reaction system at once. The reac- 
tion system undenwent reaction for about 7 hours. After the termination of the reaction, the catalyst was removed by fil- 
tration. The filtrate was then purified. The resulting reaction product was then subjected to gas chromatography. As a 

40 result it was confirmed that a tertiary amine having a branched type aliphatic alkyi group had been produced in a com- 
position ratio of 95.4%. 

Subsequently, into a 1-^ autoclave were charged 350 g of the tertiary amine having a branched type aliphatic alkyI 
group, 170 g of isopropyl alcohol and 125 g of methyl chloride. The reaction system was then heated to a temperature 
of SO^'C. 82.5 g of a 48% aqueous solution of NaOH was continuously injected into the reaction system in about 2 hours. 
45 The reaction system was then subjected to ripening for about 6 hours. Thereafter, the reaction system was filtered to 
remove NaCI thus by-produced tiierefrom. The resulting reaction product was tiien analyzed. As a result, it was con- 
firmed that a quaternary ammonium salt having a branched type aliphatic alkyI group (described in the column of 
organic modifier for Compound i in Table 11-1) had been produced in an effective content (cation %) of 68%. 

50 (b) Preparation of organically-modified layer silicate compound (Compound 1) 

The procedure of Example 11-1 was followed to syntiiesize an organically-modified layer silicate compound (Com- 
pound I in Table 11-1) except that as the organic modifier there was used 14. 1 g of the foregoing quaternary ammonium 
salt having a branched type aliphatic alkyl group. The organically-modified layer silicate compound tiius obtained exhib- 
55 ited an averag interplanar spacing of 2.65 nm. 

Compound I thus obtained was tiien added to liquid paraffin. The mixture was then stired by means of a high 
speed dispersing machine. As a result. Compound I could be dispersed in liquid paraffin to give a (visually) transparent 
dispersion in an amount of up to 2% by weight. The dispersfon was then measured for apparent viscosity in the same 
manner as in Example 11-1 . As a result, it was found that ttie present dispersion exhibits a sufficient thickening effect as 
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well as thixotropic properties (Table 11-2). 

The specific volume resistivity of Compound I was measured in th same manner as in Example li-6. The result 
was 7.6x10^° Q • cm (Table 11-1). Th procedure of Example 11-6 was followed to obtain a Compound l-polypropylene 
resin composit except that Compound 1 was used instead of Compound A. The Compound l-polypropylene resin com- 

5 posite thus obtained exhibited the same transparency as the resin atone. When visually observed, it was confirmed that 
the organically-modified layer silicate particles had been dispersed so uniformly that no particles were recognized and 
a good transparency was attained. The dispersion of Compound I in the resin was evaluated in the same manner as in 
Example 11-6. As a result, it was confirmed that the dispersion of Compound E in the resin is good. The present resin 
composite was measured for half-life period of charged voltage. The result was 2.9 seconds (Table 11-3). The present 

10 resin composite was measured for specific volume resistivity and specific surface resistivity before and after washed in 
the same manner as in Example 11-6. The results are shown in Table 11-3. 

EXAMPLE 11-15 

15 The procedure of Example 11-1 was followed to synthesize a tertiary amine having one branched type aliphatic alkyi 
group in a composition ratio of 99.3% except that dimethylamine gas was used instead of methylamine gas. 

Subsequently, the procedure of Exarrple 11-2 was followed to synthesize a quaternary ammonium salt having one 
branched type aliphatic atkyl group having an effective content (cation %) of 71% (described in the column of organic 
modifier for Compound J in Table 11-2) except that 40.6 g of methyl chloride and 18.6 g of a 48% aqueous solution of 

20 NaOH were used. 

The procedure of Example 11-1 was followed to synthesize an organically-modified layer silicate compound (Com- 
pound J in Table 11-1) except that as the organic modifier there was used 6.8 g of the foregoing quaternary ammonium 
salt having a branched type aliphatic alkyl group. The organically-modified layer silicate compound thus obtained exhib- 
ited an average interplanar spacing of 2.45 nm. 

25 Compound J thus obtained was then added to liquid paraffin. The mixture was then stirred by means of a high 
speed dispersing machine. As a result Compound J could be dispersed in liquid paraffin to give a (visually) transparent 
dispersion in an amount of up to 2% by weighrt. The dispersion was then measured for apparent viscosity in the same 
manner as in Example 11-1 . As a result, it was found that the present dispersion exhibits a sufficient thickening effect as 
well as thixotropic properties (Table 11-2). 

30 The specific volume resistivity of Compound J was measured in the same manner as in Example 11-6. The result 
was 8.8x10^° O • cm (Table 11-1). The procedure of Example 11-6 was followed to obtain a Compound J-pdypropylene 
resin composite except that Compound J was used instead of Compound A. The Compound J -polypropylene resin 
composite thus obtained exhibited the same transparency as the resin alone. When visually observed, it was confirmed 
that the organically-modified layer silicate particles had been dispersed so uniformly that no particles were recognized 

35 and a good transparency was attained. The dispersion of Compound J in the resin was evaluated in the same manner 
as in Example 11-6. As a result, it was confirmed that the dispersion of Compound J in the resin is good. The present 
resin composite was measured for half -life period of charged voltage. The result was 4.2 seconds (Table il-3). The 
present resin conposite was measured for specific volume resistivity and specific surface resistivity before and after 
washed in the same manner as in Example 11-6. The results are shown in Table 11-3. 

40 

COMPARATIVE EXAMPLE 11-1 

The procedure of Example 11-1 was followed to synthesize an organically-modified layer silicate compound (Com- 
pound F in Table 11-1) except that as the organic modifier there was used 5.1 g of n-octadecyltrimethyl ammonium chlo- 
4s ride (Quartamin 86P; effective content: 85%; available from Kao Corp.). The organically-modified layer silicate 
compound thus synthesized exhibited an average interplanar spacing of 2.13 nm. 

Compound F thus obtained was then added to liquid paraffin. The mixture was then stinted by means of a high 
speed dispersing machine in the same manner as in Example 11-1. As a result, Compound F showed a visual sign of 
swelling but didn't undergo dispersion. After the suspension of stirring, Compound F was immediately precipitated. Fur- 
so ther. a 1% mixture of Compound F couldn't exert a sufficient thickening effect (Table 11-2). 

COMPARATIVE EXAMPLE 11-2 

The procedure of Example 11-1 was followed to synthesize an organically-modified layer silicate compound (Com- 
55 pound G in Table 11-1) except that as the organic modifier there was used 7.4 g of di-n-octadecyldimethyl ammonium 
chloride (Quartamin D86P; effective content: 85%; available from Kao Corp.). The organically-modified layer silicate 
compound thus synthesized exhibited an average interplanar spacing of 2.81 nm. 

Compound G thus obtained was then added to liquid paraffin. The mixture was then stirred by means of a high 
speed dispersing machine in the same manner as in Example 11-1 . As a result Compound G showed a visual sign of 



38 



K:\S\Southem Ciav\1 3301 \patents\EP00Q787767.cpc 



Page 39 of 



EP 0 787 767 A1 

swelling but didnl undergo dispersion. After the suspension of stirring, Compound G was immediately precipitated. Fur- 
ther, a 1% mixtur of Compound G couldn't exert a sufficient thickening effect and exhibit thixotropic properties (TabI 
11-2). 

5 COMPARATIVE EXAMPLE 11-3 

In a 2-/f lask were charged 1 ,200 g of n-stearyl alcohol "Katcol 8098, available from Kao Corp.) and 6 g of a copper- 
nickel catalyst (0.5% by weight based on the weight of alcohol). The air in the system was replaced by nitrogen with 
stirring to initiate temperature rise. When the temperature of the system reached 100°C, hydrogen gas was then 

10 charged into the system at a flow rate of 20 tlhr. as determined by a flowmeter. TTie reaction system was then heated 
to ISO^'C, which is the reaction initiation temperature. At this temperature, methylamine gas was introduced into the 
reaction system in such an amount that the methylamine content in the exhaust gas reached about 5 vol-% to Initiate 
reaction. The reaction was effected under normal pressure. When the conversion rate of alcohol reached 95%, the 
introduction of methylamine gas was suspended. Only hydrogen was then introduced into the system for about 1 hour. 

IS Thereafter, the reaction system was allowed to cod to lOO^'C in an atmosphere of nitrogen. The catalyst was then 
removed from the reaction system by filtration. The filtrate was then purified by distillation under a pressure of 5 torr to 
obtain a reaction product. The reaction product thus obtained was tiien analyzed. As a result, it was confirmed that di- 
n-octadecylmethylamine had been produced in a composition ratio of 99.7%. 

Subsequentiy, into a 2-i four-neck flask were charged 300 g of di-n-octadecylmetiiylamine and 480 g of ion- 

20 exchanged water. The reaction system was then heated to a temperature of 55^*0. 73.1 g of benzyl chloride was then 
added dropwise to the reaction system. The reaction mixture was then subjected to ripening for 6 hours. TTiereafter, to 
the reaction system was tiien added 1.6 g of a 48% aqueous solution of NaOH. The reaction system was filtered to 
remove NaCI tiius by-produced therefrom to obtain a reaction product. The reaction product was then analyzed. As a 
result, it was confirmed tiiat a quaternary ammonium salt having two straight-chain alkyi groups and benzyl groups 

25 (described in tiie column of main component of organic modifier for Compound H in Table 11-1) had been produced in 
an effective content (cation %) of 42%. 

The procedure of Example 11-1 was followed to syntiiesize an organically-modified layer silicate compound (Com- 
pound H in Table 11-1) except tiiat as tiie organic modifier tiiere was used 18.2 g of tiie foregoing quaternary ammonium 
salt having two straight-chain alky! groups and benzyl groups. The organically-modified layer silicate compound thus 

30 syntiiesized exhibited an average interplanar spacing of 2.49 nm. 

Compound H tiius obtained was then added to liquid paraffin. The mixture was then stirred by means of a high 
speed dispersing machine In the same manner as in Example tl-1. As a result, Compound H showed a visual sign of 
swelling but didnt undergo dispersion. After the suspension of stirring. Compound H was immediately precipitated. Fur- 
ther, a 1% mixture of Compound H couldnt exert a sufficient tiiickening effect and exhibit thixotropic properties (Table 

35 11-2). 

COMPARATIVE EXAMPLE 11-4 

The specific volume resistivity of Compound F was measured in tiie same manner as in Example 11-6. The result 
40 was 8.9x1 0^ ^ O • cm (Table 11-1). Subsequentiy, ttie procedure of Example 11-6 was followed to obtain a Compound F- 
polypropylene resin composite except tiiat Compound F was used instead of Compound A. The Compound F-pdypro- 
pylene resin composite thus obtained was clearly observed by naked eyes to have organically-modified layer silicate 
particles and tiius looked doudy When subjected to TEM analysis, the majority of Compound F was observed unevenly 
distributed in tiie resin matrix in the Compound FiDolypropylene resin composite in the form of secondary aggregate 
45 having a short axis length of from 1 |im to 100 and scores of micrometer. The probability of occurrence of 2 or more 
organically-modified layer silicate partides in randomly extracted 200 numbers of 500 nm square divisions was only 
15%. The present resin conrposite was measured for charged voltage half-life period. The result was not less than 30 
seconds, demonstrating that it has no antistatic properties (Table 11-3). The present resin composite was measured for 
specific volume resistivity and specific surface resistivity before and after washed In tiie same manner as in Example II- 
50 6. The results are shown in Table 11-3. 

COMPARATIVE EXAMPLE 11-5 

The specific volume resistivity of Compound Q was measured in tiie same manner as in Example 11-6, The result 
55 was 4.5x10^^ Q* cm (Table 11-1). Subsequentiy. tiie procedure of Example 11-6 was followed to obtain a Compound G- 
polypropylene resin composite except that Compound G was used instead of Compound A. The Compound G-pdypro- 
pylene resin composite thus obtained was clearly observed by naked eyes to have organically-modified layer silicate 
partides and thus looked cloudy The present resin composite was measured for charged voltage half-life period. The 
result was not less than 30 seconds, demonstiating that it has no antistatic properties CTable 11-3). Th present resin 
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composite was measured for specific volume resistivity and specific surface resistivity before and after washed in the 
same manner as in Example 11-6. The results are set forth In Table 11-3. 

COMPARATIVE EXAMPLE 11-6 

The specific volume resistivity of Compound H was measured In the same manner as in Example 11-6. The result 
was 7.9x10^2 n • cm (Table 11-1). Subsequently, the procedure of Example 11-6 was followed to obtain a Compound H- 
polypropylene resin composition except that Compound H was used instead of Compound A. The Compound H-poly- 
propylene resin composite thus obtained was clearly observed by naked eyes to have organically-modified layer silicate 
particles and thus looked cloudy. The present resin composite was measured for charged voltage half-life period. The 
result was not less than 30 seconds, demonstrating that it has no antistatic properties (Table 11-3). The present resin 
composite was measured for specific volume resistivity and specific surface resistivity before and after washed in the 
same manner as in Example 11-6. The results are shown in Table 11-3. 

15 COMPARATIVE E?(AMPL^S 11-7 IQ II-1Q 

The procedure of Examples 11-6 to 11-9 were followed to melt-knead the resins used in these examples except that 
no organically-modified layer silicates were added. These resins were then subjected to melt-press molding In the same 
manner as in these examples. The resins were each measured for charged voltage half-life period. However, these four 
20 kinds of resins exhibited a charged voltage half-life period of not less than 30 seconds, demonstrating that they have no 
antistatic properties (Table 11-3). These specimens were each measured for specific volume resistivity and specific sur- 
face resistivity before and after washed in tiie same manner as in Example 11-6. The results are shown in Table 11-3. 
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Table 11^ 1 



5 


Compound 


Organic modifier 
(main component) 


Layer 
silicate 


Spac- 
ing* 
(nm) 


Specific 
volume 
resistivity 
(ft*cm) 


10 

15 


A 


CH3 CH3 

1 CH3 1 
C3H7CHC4H3 ^ 1 C4HSCHC3H7 

CHCH2-N.CH2CH 
C3H7CHC2H4 1 C2H4CHC3H7 
1 CH, 1 
CHj CI® CHj 


Montmori- 
llonlte 
(Kunipia F) 


2.73 


6.7x10^° 


20 


B 


CH3 CH3 CH3 
1 »l 1 ■ 

C9H19CHCH2-N-CH2CHC9H19 CI® 

1 

CH3 


Montmori- 
llonlte 
(Kunipia F) 


2.56 


9.0x10^^ 


25 


C 


CH3 

CHCH2-N-CH3 CI® 

C12H25 1 

CH3 


Montmori- 
llonite 
(Kunipia F) 


2.89 


8.4xl0^<> 


30 


D 


CH3 

^14^29 qI 

CHCH2-N.CH3 CI® 
C12H25 1 

CH3 


Synthet-ic 
mica (ME- 
100) 


2.85 


7.5x10^*^ 


35 
40 


E 


CH3 

1 CH3 
C3H7CHC4H8 ^1 

CHCH2-N-C12H23 
C3H7CHC2H4 j 

1 CH3 CI®. 

CH3 


Hectorite 
(SWN) 


2.51 


5.7x10^° 


45 


F 


CH3 

C18H37.N-CH3 CI® 

1 

CH3 


Montmori- 
llonite 
(Kunipia F) 


2.13 


8.9x10" 



SO 
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s 


Compound 


Organic modifier 
(main component) 


Layer 
silicate 


Spac- 
ing* 
(nm) 


Specific 
volume 
resistivity 
(n-cm) 


10 


6 


CH3 
1 

el 

O18H37-N-C1BH37 Cl® 

1 

CH3 


Montmori- 
llonite 
(Kunipia F) 


2.81 


4.5x10" 


IS 


H 


CH3 

CuH37-N-CH2_^ Cie 


Hectorite 
(SWN) 


2.A9 


7 • 9x10^2 


20 
2S 


I 


CH, 

1 

0x8^37 © CH2-CH-C9H19 
N 

C18H37 CH3 CI® 


Montmori- 
llonite 
(Kunipia F) 


2.65 


7.6x10^** 


30 


J 


CH3 

1 CH3 
C3H7CHC4H8 ^ 1 

CHCH2-N-CH3 CI® 
C3H7CHC2H4 1 

1 CH3 

CH3 


Montmori- 
llonite 
(Kunipia F) 


2.45 


8.8x10^° 


35 


* Spacing 


means interplanar spacing. 









40 



45 



50 
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5 
10 




Charged 
voltage half- 
life period 

(sec.) 
Before/After 
washing 
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fO 
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AJ 
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o 
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Al 
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Al 
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Al 
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Al 
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Al 
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Al 
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rn 
Al 


15 
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00 
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Table II-2 



5 


Example No. 


Compound 


Dispersi- 
bility in 

liquid 
paraffin 


Apparent viscosity of 
liquid paraffin 
dispersion (mPa • S ) 


10 






6 r • p .m. 


60 r.p.m. 




Example 1 


A 


G 


4,800 


1,600 


15 


Example 2 


B 


G 


3,700 


1,200 


Example 3 


C 


G 


3,800 


1,000 




Example 4 


D 


G 


2,200 


800 


20 


Example 5 


E 


G 


4,000 


1,100 




Example 14 


I 


G 


4,300 


1,300 


25 


Example 15 


J 


G 


3,100 


1,000 


Comparative 
Example 1 


F 


P 


310 


280 


30 


Comparative 
Example 2 


6 


P 


360 


340 




Comparative 
Excimple 3 


H 


P 


380 


380 


35 


Liquid 
paraffin 






170 


150 



In Table 1 1-3, the amount of compounds added is represented by the part (by weight) based on 1 00 parts by weight 

of the resin. 

While the invention has been desaibed in detail and with reference to specific embodiments thereof, it will be 
45 apparent to one skilled In the art that various changes and modifications can be made therein without departing from 
the spirit and scope thereof. 

Claims 

so 1 . A resin composition, comprising an organically-modified layer silicate compound having a specific volume resistiv- 
ity of not more than 1x10''^ n*cm dispersed in a synthetic resin in a proportion of from 2 to 30 parts by weight 
based on 100 parts by weight of said synthetic resin in the state that (1) a primary aggregate and/or a secondary 
aggregate having a short axis length of not more than 500 nm is formed and (2) the average minimum interparticle 
distance is not more than 500 nm. 

55 

2. The resin composition as In Claim 1 . wherein said organically-modified layer silicate compound is a product of the 
reaction of a layer silicate with an organic ammonium salt. 

3. The resin composition as In Claim 2, wherein said organic ammonium salt is represented by formula (I): 
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R2-N-CH3 X® (I) 



I 



10 

wherein R** and may be the same or different and each represent an alkyi group having 12 or more cartx}n 
atoms which may have substituents; and represents a counter ion. 

4. The resin composition as in Claim 2. wherein said organic ammonium salt is repressed by formula (11): 

15 

le 

R*-N-R« X® (II) 

R^ 



25 wherein R^ and R'* may be the same or different and each represent an alkyI group having 12 or more carbon 
atoms which may have substituents; R^ represents a hydrogen atom or C2.7 alkyI or aryl group which may have 
substituents; R^ represents a hydrogen atom or 0^7 all^l or aryl group which may have substituents; and rep- 
resents a counter ion. 

30 5. The resin composition as in Claim 2. wherein sakj organic ammonium salt is represented by formula (III): 



35 



(III) 



40 wherein R^. R^ and R^ may be the same or different and each represent an aikyi group having 8 or more carbon 
atoms which may have substituents; R''^ represents a hydrogen atom or alkyl or aryl group having one or more car- 
bon atoms which may have substituents; and X® represents a counter ion. 

6. The resin composition as in Claim 2, wherein said organic ammonium salt is represented by formula (IV): 

45 

R" 

u 

R"-N-R" X® (IV) 

so I 

R" 



55 wherein R^"" represents an alkyl group having 8 or more carbon atoms which may have substituents; R^^ repre- 
sents a Gi 1 alkyl group which may have substituents; ^ and R**^ may be the same or different and each repre- 
sent a C1.7 alkyl group which may have substituents; and X^ represents a counter ion. 

7. The resin composition as in Claim 2. wherein said organic ammonium salt is represented by formula (V): 
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I® 
I 



(V) 



>17 



wherein R^^ represents a mono- or polyoxyalkylene group comprising a C2.4 oxyalkylene unit; R^^ and R^^ may be 
the same or different and each represent at least one substituent selected from the group consisting of 0^.30 alky! 
group which may have substituents and mono- or polyoxyalkylene group comprising a C2.4 oxyalkylene unit, with 
the proviso that the addition mole number of oxyalkylene unit is from 1 to 50; R^® represents a hydrogen atom or 
IS C1.8 alkyi or aryl group which may have substituents; and X® represents a counter ion. 



8. The resin composition as in Claim 2. wherein said organic ammonium salt is represented by formula (VI): 



20 



r20_n?r22 



X® 



(VI) 



wherein R^^ represents an alkylmono- or polyoxyalkylene group comprising an alkyI unit having one or more car- 
bon atoms which may have substituents and a C2.4 oxyalkylene unit which may have substituents, phenylmono- or 

30 polyoxyoxyalkylene group having a C2.4 oxyalkylene unit, alkylphenylmono- or polyoxyalkylene group comprising 
an alky! unit having one or more carbon atoms which may have substituents and a C2.4 oxyalkylene unit, or acyl- 
mono- or polyoxyalkylene group comprising an acyl unit having 2 or more carbon atoms which may have substitu- 
ents and a C2.4 oxyalkylene unit; R^° and R^** may be the same or different and each represent at least one 
substituent selected from the group consisting of C-t.30 group which may have sut}stituents, mono- or polyoxy- 

35 alkyiene group comprising a C2.4 oxyalkylene unit, alkylmono- or polyoxyalkylene group comprising an alkyI unit 
having one or more caibon atoms which may have substituents and a C2-4 oxyalkylene unit which may have sub- 
stituents, phenylmono- or polyoxyalkylene group having a C2-4 oxyalkylene unit, alkylphenylmono- or polyoxy- 
alkylene group comprising an alkyI unit having one or more carix)n atoms which may have substituents and a C2. 
4 oxyalkylene unit, and acylmono- or polyoxyalkylene group comprising an acyl unit having 2 or more carbon atoms 

40 which may have substituents and a C2.4 oxyalkylene unit, with the proviso that the addition mole number of ax^- 
alkylene unit is from 1 to 50; R^^ represents a hydrogen atom or C1.8 alkyi or aryl group which may have sutsstitu- 
ents; and represents a counter ion. 

9. The resin composition as in Claim 2, wherein said organic ammonium salt is represented by formula (VII): 

45 



so 



55 



R» 
I 

y 

R^*-Z-N-R2* 

I 

w 



X® 



(VII) 



wherein R^. R^^ and R^^ may be the same or different and each represent at least one substituent selected from 
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the group consisting of 0^.30 alkyi group which ntay have substituents. mono- or polyoxyalkylene group comprising 
a C2.4 oxyalkylene unit, alkylmono- or polyoxyalkylene group comprising an alkyi unit having one or more carbon 
atoms which may have substituents and a C2.4 oxyalkylene unit which may have substituents, phenylmono- or poly- 
oxyalkylene group having a C2.4 oxyalkylene unit, alkylphenylmono- or polyoxyalkylene group comprising an alkyi 
unit having one or more cartwn atoms which may have substituents and a oxyalkylene unit, and acylmono- or 
polyoxyalkylene group comprising an acyl unit having 2 or more cart)on atoms which may have substituents and a 
C2.4 oxyalkylene unit; R^^ represents a hydrogen atom or C^a alkyi or aryl group which may have substituents. with 
the proviso that the addition mole number of oxyalkylene unit is from 1 to 50: at least one of Y Z and W represents 
at least one connecting group selected from the group consisting of -CH2O-, -CH2COO-, -CH2CH2COO-. - 
CH2OCO-. -CH2CH2OCO-. -(CH2)mNHC0- and -(CH2)mNHCO-CH20- and the others each represent a direct 
bond to the nitrogen atom in the ammonium group; m represents an integer of from 1 to 4; and represents a 
counter ion. 



10. The resin composition as in Claim 2, wherein said organic ammonium salt is represented by formula (VIII): 

15 



CH3 
le 

R10I-N-CH3 X® (VIII) 

20 I 

CH3 

wherein R^°^ represents a branched saturated aliphatic alkyi group having 24 or more carbon atoms and contain- 
25 ing a side chain alkyi group having 8 or more carbon atoms; and represents a counter ion. 

11. The resin composition as in Claim 2, wherein said organic ammonium salt is represented by formula (IX): 



30 



35 



Rl02 

le 

I 

CH, 



(IX) 



wherein R^^ and R^°^ each represent a saturated aliphatic alkyi group having 12 or more cart>on atoms, with the 
proviso that at least one of R^^^ and R^*^^ represents a branched saturated aliphatic alkyi group having one or more 
40 side chain alkyi groups having one or more carbon atoms; and X^ represents a counter ion. 

12. The resin composition as In to Claim 2, wherein said organic amnfKsnium salt is represented by formula (X): 



45 



3201 



r202.n!:r204 



(X) 



)203 



50 



wherein R^°^ represents a branched saturated aliphatic alkyi group having 8 or more carbon atoms containing at 
least one alkyi group having one or more cartx)n atoms In Its side chain; R^^. R^°^ and R^^"^ may be the same or 
55 different and each represent a hydrogen atom or Ci.2 alkyi group; and X^ represents a counter ion. 

13. The resin composition as in Claim 2. wherein said organic ammonium salt is represented by formula (XI): 
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10 



IS 



20 



25 



30 



r206.n_r208 (XI) 
I 

R207 



wherein R^°^ and R^°^ each represent a saturated aliphatic alkyi group having 8 or more carbon atoms, with the 
proviso that at least one of R^*^^ and R^^^ represents a branched aliphatic alkyI group containing at least one alkyi 
group having one or more catton atoms in Its side chain; R^°^ and R^^^ may be the same or different and each 
represent a hydrogen atom or Ci.a alkyI group: and represents a counter Ion. 

14. The resin composition as in Claim 2, wherein said organic ammonium salt is represented by formula (XII): 

R209 

R"»-N-R^'2 X® (XII) 

I 

wherein R^°^, R^^° and R^^^ each represent a saturated aliphatic alkyI group having 8 or more carbon atoms, with 
the proviso that at least one of R^^, R^^° and R^^ ^ represents a branched aliphatic alkyI group containing at least 
one alkyl group having one or more carbon atoms in its side chain; R^^^ represents a hydrogen atom or C1.2 alkyI 
group; and X^ represents a counter ion. 

15. The resin composition as in Claim 2. wherein said layer silicate has a cation exchange capacity of not less than 50 
meq/100 g. 

16. The resin composition as In Claim 1 . wherein said organlcally-nfiodifled layer silicate compound has an Interplanar 
35 spacing of from 2.3 nm to 5.0 nm. 

1 7. The resin composition as in Claim 1 , wherein said organically-modified layer silicate compound has a particle diam- 
eter of from 50 nm to 8 jun. 

40 18. The resin composition as in Claim 1 , wherein sakJ synthetic resin Is a thermoplastic resin. 

19. An organically-modified layer silicate, conprising a quatemary ammonium Ion represented by formula (X)* Interca- 
lated therein: 



45 



j^20l 



le 

R^o^-N-R^*^* (X)' 



so r203 



wherein R^^^ represents a branched saturated aliphatic alkyl group having 8 or more carbon atoms containing at 
55 I ast one alkyl group having one or more cartx)n atoms in its side chain; and R^^, R^°^ and R^^"^ may be the same 
or different and each represent a hydrogen atom or C^.g alkyl group. 

20. An organically-modified layer silicate, comprising a quaternary ammonium Ion represented by formula (XI)' int rca- 
lated therein: 
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R203 

I 

R207 

10 wherein R^^^ and R^°® each represent a saturated aliphatic alkyl group having 8 or more carbon atoms, with the 
proviso that at least one of R^°^ and R^^^ represents a branched aliphatic alkyl group containing at least one alkyl 
group having one or more cartx)n atoms in its side chain; and R^°^ and R^^ may be the same or different and each 
represent a hydrogen atom or 0^.2 alkyl group. 

15 21. An organically-modrfied layer silicate, comprising a quaternary ammonium Ion represented by formula (XII)' Inter- 
calated therein: 



20 



25 



)209 



R2Z0_jj_j^Z12 (XII) ' 



wherein P?^^, r2^° and R^*" each represent a saturated aliphatic alkyl group having 8 or more cartwn atoms, with 
the proviso that at least one of R^^^. R^''^ and R^^^ represents a branched aliphatic alkyl group containing at least 
one alkyl group having one or more carbon atoms in Its side chain; and R^**^ each represents a hydrogen atom or 
30 Ci.2 alkyl group. 

22. A process for the antistatic treatment of a resin, which comprises dispersing an organically-modified layer silicate 
compound having a specific volume resistivity of not more than 1x10^^ cm in a synthetic resin in a proportion 
of from 2 to 30 parts by weight based on 100 parts by weight of said synthetic resin in the state that (1) a primary 
35 aggregate and/or a secondary aggregate having a short axis length of not more than 500 nm Is formed and (2) the 
average minimum interpartide distance Is not more than 500 nm. 
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Fig. I-l 



Pig. 1-2 
Li 




I 

Fig. 1-3 . 
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Fig. 1-4 
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Fig, 1-5 
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Fig. 1-6 
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Fig. II-l 



L, 
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Fig. 11-3 
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